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DETAILED DESCRIPTION 



[Detailed Description of the Invention] 
[0001] 

[Field of the Invention]This invention is ** about a semiconductor memory device and a 
manufacturing method for the same, and relates to a semiconductor memory device which uses a 
high dielectric (high dielectric) as a capacitor dielectric film in more detail, and a manufacturing 
method for the same. 
[0002] 

[Description of the Prior Art]The minimum line width for embodying dynamic RAM products 
these days is rapidly reduced below by a quarter micrometer (0.25 micrometer). When a stack 
type cell capacitor storage electrode (stacked-type cell capacitor storage electrode) is formed in 
the same flat surface, the layout (layout) of said storage electrode - dynamic RAM cell area - 
extensive — rather than a layout area, it depends for the usable area of a storage electrode on the 
lateral area of a storage electrode heavily by rare one which is. 

[0003]however, Since thickness expansion of a storage electrode spreads the surface step of a 
dynamic RAM cell and a periphery (periphery) and makes metallic wiring (metal 
interconnection) difficult by a following process. There is a limit in thickness expansion of a 
storage electrode by a stack type dynamic RAM cell. Therefore, since cell area reduction 
paraphrasing **** by high integration and a surface step are contracted, usable area reduction of 
a cell capacitor storage electrode is in an unavoidable situation. 

[0004]On the other hand, voltage lowering of the latest dynamic RAM is carried out, and since 
the data sensing (data sensing) method by voltage difference is maintained and continues, the 
capacitor capacity of a dynamic RAM cell needs 25-30fF. Therefore, it is concentrated on 
increasing the dielectric constant of a cell capacitor dielectric for high integration of a dynamic 
RAM. 

[0005] Although they are used in the conventional cell capacitor, making capacitor dielectric 
films, such as a silicon nitride (Si3N 4 ) and tantalum oxide (T^Os), laminate on a storage 
electrode, As for the dielectric film of a cell capacitor, practical use of 10000 or more substances 
is known for bulk (bulk) dielectric constants, such as strontium titanate (SrTi0 3 ) or barium 
titanate strontium (Ba, Sr) (Ti0 3 ), by high integration of the element. 
[0006]Since a capacitor high dielectric builds a low dielectric film (Si0 2 ) to the interface of 
polysilicon and the leak current of a dielectric film is made to increase when using a polysilicon 
film as a storage electrode, a problem is generated at the time of application of a product. 



[0007]Therefore, since it is hard to use such a new dielectric film with the existing polysilicon 
electrode, a new electrode and electrode structure are required. Transition metals (transition 
metal), such as platinum (Pt), iridium (Ir), and a ruthenium (Ru), are among the substances well 
known as an electrode for BST now. Since a transition metal is stabilized chemically and does 
not oxidize, even if it passes through a high temperature process required for a BST formation 
process, it does not form a low dielectric layer in an interface with BST. 

f00081 Drawing 1 (A) and drawing 1 (B) are the figures showing the conventional semiconductor 
memory device and the process of the manufacturing method one by one. As for reference of 
drawing 1 (A), a conventional semiconductor memory device and a manufacturing method for 
the same will form the gate electrode layer 13 on the semiconductor substrate 10 first. The oxide 
film 14 is formed with an insulator layer on the semiconductor substrate 10 including the gate 
electrode layer 13. Bit lines are formed in the oxide film 14 (not shown). 
[0009]The storage electrode contact hole 16 is formed by etching the oxide film 14 until the 
surface of the semiconductor substrate 10 is exposed using the mask for contact hole formation. 
The storage electrode contact plug 17 which conductive material like polysilicon is filled up with 
the contact hole 16, and is electrically connected with the semiconductor substrate 10 is formed. 
[00 10] The barrier film 18 is formed on the oxide film 14 including the plug 17. The oxide in 
which the barrier film 18 contains at least one in barium (Ba), strontium (Sr), and a ruthenium 
(Ru), TiN, TiSiN, TiAIN, TaSiN, TaAIN, ruthenium oxide (RUO2), It is formed by any one in 
iridium oxide (Ir02) and lanthanum trioxide strontium cobalt (LSCO). The barrier film 18 is 
thinly formed by a thickness of 500 A. 

[001 l]Here, the barrier film 18 is a film for preventing polysilicon of the morphogenetic 
substance of the plug 17 from oxidizing. The conducting film 20 for storage electrodes is formed 
on the barrier film 18. The conducting film 20 is formed by any one in barium, strontium, the 
oxide that contains at least one in a ruthenium, a ruthenium and platinum, iridium, iridium oxide, 
ruthenium oxide, and lanthanum trioxide strontium cobalt. The conducting film 20 is thickly 
formed in [ thickness ] 2000A thru/or 4000 A. 

[0012]A storage electrode layer is formed by etching the conducting film 20 and the barrier film 
18 one by one using the mask 22 for storage electrode formation. 

[0013]On the other hand, an oxide film is formed with an insulator layer on the conducting film 
20 (not shown). A wrap spacer is thoroughly formed in each side walls of the barrier film 18 by 
carrying out overall etching of the insulator layer at an etchback (etch back) process (not shown). 
A spacer is used as a film for preventing oxidation of the barrier film 18 by a following process 
at the time of formation of a high dielectric film, when the barrier film 18 is formed by the 
substance which the silicon component contained. 

[0014]Then, the capacitor dielectric film 24 is formed on the conducting film 20 (drawing 1 (B)). 
The capacitor dielectric film 24 is formed with any one high dielectric film in strontium titanate 
(SrTiC>3) and barium titanate strontium (Ba, Sr) (TiC>3). A capacitor is formed by forming the 
upper electrode 26 of a capacitor on the capacitor dielectric film 24. 
[0015]A layout area may be made to reduce as a capacitor formed by a method which was 
mentioned above. However, since etching by-product generation of the time volatility of reactive 
ion etching is difficult for a transition metal in the field where the pattern whose interval of a 
storage electrode is about 0. 1 - 0.2 micrometer at the time of the dry etching for storage electrode 
formation is dense, it is again vapor-deposited by the lower surface of the storage electrode side. 
Therefore, when the etching section of a storage electrode inclines toward the bottom side from 
the upper part, an interval with a storage electrode becomes narrow notably at bottom and the 



thickness of a storage electrode becomes thick, the problem which the bridge (bridge) generates 

among these electrodes arises. 

[0016] 

[Problem(s) to be Solved by the Invention]The purpose of this invention is to provide a 
semiconductor memory device which can prevent the bridge between storage electrodes, and a 
manufacturing method for the same, maintaining the dry etching of the transition metal for 
storage electrode formation as it is. 
[0017] 

[Means for Solving the Problem] According to this invention for attaining the purpose mentioned 
above, a manufacturing method of a semiconductor memory device is provided with the 
following. 

A stage which forms an insulator layer on a semiconductor substrate on which a transistor was 
accumulated. 

A stage which etches an insulator layer and forms a contact hole until the surface of a 
semiconductor substrate is exposed using a mask for contact hole formation. 
A stage which forms a plug which fills up a contact hole with conductive material and is 
electrically connected with a semiconductor substrate. 

A stage which forms the 1st barrier film on an insulator layer including a plug, and a stage which 
forms the 1st conducting film for storage electrodes on the 1st barrier film, A stage which forms 
the 2nd barrier film on the 1st conducting film for storage electrodes, and a stage which forms 
the 2nd conducting film for storage electrodes on the 2nd barrier film, and forms the 2nd 
conducting film thinly relatively from the 1st conducting film, using a mask for storage electrode . 
formation — the 2nd conducting film, the 2nd barrier film, and the 1st conducting film — and, A 
stage which forms a storage electrode layer which etches the 1st barrier film one by one, and is 
electrically connected with a plug, A stage which forms a barrier-metal spacer in each side walls 
of the 2nd conducting film, the 2nd barrier film, the 1st conducting film, and the 1st barrier film, 
and a stage which forms a conducting film spacer for storage electrodes in each side walls of a 
barrier-metal spacer. 

[00 18] According to this invention for attaining the purpose mentioned above, a semiconductor 
memory device is provided with the following. 
Semiconductor substrate. 

An insulator layer formed on a semiconductor substrate. 

A plug which pierced through an insulator layer and was electrically connected with a 
semiconductor substrate. 

A plug, the 1st barrier film formed on an insulator layer, and the 1st conducting film for storage 
electrodes formed on the 1st barrier film, A barrier-metal spacer formed in each side walls of the 
2nd barrier film formed on the 1st conducting film, the 2nd conducting film thinly formed on the 
2nd barrier film, the 2nd conducting film and the 2nd barrier film, the 1st conducting film, and 
the 1st barrier film, and a conducting film spacer formed in each side walls of a barrier-metal 
spacer. 

[0019] According to this invention for attaining the purpose mentioned above, a manufacturing 

method of a semiconductor memory device is provided with the following. 

A stage which forms an insulator layer on a semiconductor substrate on which a transistor was 

accumulated. 



A stage which etches an insulator layer and forms a contact hole until the surface of a 
semiconductor substrate is exposed using a mask for contact hole formation. 
A stage which forms a plug which fills up a contact hole with conductive material and is 
electrically connected with a semiconductor substrate. 

A stage which forms a barrier film thickly on an insulator layer including a plug, and a stage 
which forms a conducting film for storage electrodes on a barrier film, and forms a conducting 
film thinly relatively from a barrier film, A stage which forms a storage electrode layer which 
etches a conducting film and a barrier film one by one using a mask for storage electrode 
formation, and is electrically connected with a plug, and a stage which forms a conducting film 
spacer for storage electrodes in each side walls of a barrier film and a conducting film. 

[0020] According to this invention for attaining the purpose mentioned above, a semiconductor 
memory device, A semiconductor substrate, an insulator layer formed on a semiconductor 
substrate, and a plug which pierced through an insulator layer and was electrically connected 
with a semiconductor substrate, It is more relatively [ including a conducting film spacer formed 
in each side walls of a plug, a barrier film formed on an insulator layer, a conducting film for 
storage electrodes formed on a barrier film, and a barrier film and a conducting film / a barrier 
film / than a conducting film ] thick. 
[0021] 

[Embodiment of the Inventionllf drawing 2 (C) and drawing 3 (C) are referred to, a barrier film 
will be thickly formed on an insulator layer including the plug which was filled up with 
conductive material in the contact hole and in which a new semiconductor memory device by the 
embodiment of this invention and a manufacturing method for the same were formed, and the 
conducting film for storage electrodes will be formed on a barrier film. Under the present 
circumstances, a conducting film is relatively formed thinly from a barrier film. By etching a 
conducting film and a barrier film one by one using the mask for storage electrode formation, the 
storage electrode layer electrically connected with a plug is formed, and the conducting film 
spacer for storage electrodes is formed in each side walls of a barrier film and a conducting film. 
Such a semiconductor memory device and a manufacturing method for the same, Side vacuum 
evaporation of the storage electrode of a transition metal can be minimized at the time of the dry 
etching for storage electrode formation by forming the conducting film for storage electrodes 
thinly, and forming thickly relatively from a conducting film for electric capacity reservation of 
the barrier film improved by etching, The bridge between storage electrodes can be prevented. 
[0022] Hereafter, with reference to drawing 2 (A) thru/or drawing 2 (D\ a 1st embodiment of this 
invention is described in detail. Drawing 2 (A) thru/or drawing 2 (D) are the figures showing the 
process of a semiconductor memory device by a 1st embodiment of this invention, and a 
manufacturing method for the same one by one. Reference of drawing 2 (A) will form an 
element isolation film for a semiconductor memory device by the embodiment of this invention 
and a manufacturing method for the same to define an active region and a non-active region as 
the semiconductor substrate 100 first (not shown). 

[0023] On the semiconductor substrate 100, gate oxide is placed in between and the gate 
electrode layer 103 is formed. The gate electrode layer 103 is formed so that it may be 
surrounded with the polysilicon 103a, the silicide 103b, and the insulator layer of as [ whose 
each side walls of the gate electrode in which the silicon nitride film 103c was laminated are the 
silicon nitride film spacers 103d ]. 

[0024]The oxide film 104 for layer insulation is formed on the semiconductor substrate 100 



including the gate electrode layer 103. Bit lines are formed in the oxide film 104 (not shown). 
[0025]It is more detailed and the 1st oxide film that has the flat upper surface is formed on the 
semiconductor substrate 100 including the gate electrode layer 103. After bit lines are formed on 
the 1st oxide film, the 2nd oxide film that has the flat upper surface is formed on the 1st oxide 
film including bit lines. . 

[0026]And the storage electrode contact hole 106 is formed by etching the oxide film 104 until 
the surface of the semiconductor substrate 100 is exposed using the mask for contact hole 
formation. After conductive material, for example, polysilicon, was filled up with the contact 
hole 106, The storage electrode contact plug 107 which is etched evenly and is electrically 
connected with the semiconductor substrate 100 by any one in CMP (chemical mechanical 
polishing) and an etchback (etch back) process is formed. 

[0027]The 1st barrier film (barrier layer) 108 is formed on the oxide film 104 including the plug 
107. the oxide in which the 1st barrier film 108 contains at least one in barium, strontium, and a 
ruthenium, TiN, TiSiN, TiAIN, TaSiN, TaAIN, ruthenium oxide, and iridium oxide - and, It is 
formed by any one in lanthanum trioxide strontium cobalt. 

[0028]The 1st barrier film 108 is a film for preventing oxidation of polysilicon of the substance 
for plug 107 formation. 

[0029]The 1st conducting film 1 10 for storage electrodes is formed on the 1st barrier film 108. 
The 1st conducting film 1 10 is formed by any one in the substance, for example, TiN, which is 
comparatively easy to etch, the polysilicon (polysilicon), and a ruthenium. The 1st conducting 
film 1 10 is formed in [ thickness ] 1000A thru/or 10000 A. 

[0030]Then, the 2nd barrier film 1 12 is formed on the 1st conducting film 110. the oxide in 
which the 2nd barrier film 1 12 contains at least one in barium, strontium, and a ruthenium, TiN, 
TiSiN, TiAIN, TaSiN, TaAIN, ruthenium oxide, and iridium oxide - and, It is formed by any 
one in lanthanum trioxide strontium cobalt. The 2nd barrier 1 12 is formed in [ thickness ] 100 A 
thru/or 1000 A. 

[0031]The 2nd conducting film 1 14 for storage electrodes is formed on the 2nd barrier film 1 12. 
The 2nd conducting film 1 14 is formed in [ thickness ] 100 A thru/or 1000 A relatively more 
thinly than the 1st conducting film 1 10. 

[0032]The 2nd conducting film 1 14 is formed by any one in barium, strontium, the oxide that 
contains at least one in a ruthenium, a ruthenium and platinum, iridium, iridium oxide, ruthenium 
oxide, and lanthanum trioxide strontium cobalt. 

[0033]The 2nd conducting film 1 14 remains in part also after a following process, and plays a 
capacitor lower part electrode role. And the 2nd barrier film 1 12 is a film for preventing the 1st 
conducting film 1 10 from oxidizing by a reaction with the 2nd conducting film 1 14. 
[0034] After that, the mask 1 16 is formed on the 2nd conducting film 1 14. The mask 1 16 is 
formed in [ thickness ] 500A thru/or 5000 A. 

[0035]In drawing 2 (BY after patterning the mask 1 16 using a photoresist film pattern, a 
photoresist film pattern is removed (not shown). A photoresist film pattern is formed by any one 
in monolayer photoresist (single layer resist: SLR) or multilayer photoresist (multi layer 
resist:MLR). SLR comprises one layer of photoresist and MLR comprises lower photoresist, an 
oxide film, and top photoresist. As for MLR, it is advantageous to form narrowly an interval with 
the pattern of the cell by which high integration was carried out. 

[0036]The storage electrode layer electrically connected with the plug 107 is formed by etching 
the 2nd conducting film 1 14, the 2nd barrier film 1 12, the 1st conducting film 1 10, and the 1st 
barrier film 108 one by one using the patternized mask 1 16. 



[0037]The mask 1 16 is etched when etching the conducting film 1 10,1 14 and the barrier film 
108,1 12. A photoresist film pattern and the mask 1 16 are etched by any one in RIE (reactive ion 
etching) of dry etching equipment, and RIBE (reactive ion beam etching). 
[0038]The mask 1 16 has the structure where the oxide film was laminated on Ti or a TiN film, 
and the 2nd conducting film 1 14, the 2nd barrier film 1 12, the 1st conducting film 1 10, and the 
1st barrier film 108 which were laminated by the lower part using this are etched. Here the oxide 
film of the mask 1 16 Ti or a TiN film, It is exhausted thoroughly, playing the mask role which 
etches the 2nd conducting film 1 14, the 2nd barrier film 1 12, and the 1st conducting film 110 
one by one, and Ti or a TiN film is exhausted thoroughly after that, playing the mask role which 
etches the 1st barrier film 108. 

[0039]Under the present circumstances, the step coverage (stepcoverage) of a high dielectric film 
is raised by a following process by etching so that the grade of a section may maintain 80 
degrees - 90 " at the time of etching of the 2nd conducting film 1 14, the 2nd barrier film 1 12, the 
1st conducting film 1 10, and the 1st barrier film 108. 

[0040] Reference of drawing 2 (B) will form the 3rd barrier film 1 18 so that the oxide film 104 
may be thoroughly covered including the 2nd conducting film 1 14. The 3rd barrier film 1 18 is 
vapor-deposited by any one in the sputtering (sputtering) method and the CVD (chemical vapor 
deposition) method. 

[0041]By the step part of a storage electrode, since step coverage is bad, a sputtering method 
inclines at 80 degrees - about 90 degrees, and inclination in the 1st, the 2nd, the 3rd, and the 
section of the 4th conducting film must be vapor-deposited uniformly. On the other hand, since a 
CVD method is vapor-deposited by stranski-krastinove mode, it is excellent without a relation in 
step coverage to inclination in a section. Therefore, it is satisfactory even if the section of the 
conducting film which comprised a composite layer becomes almost vertical, when vapor- 
depositing with a CVD method. 

[0042]the 3rd barrier film 1 18 - the 1st and 2nd barrier films 108,1 12 - the same - barium and 
strontium — and, It is formed by any one in the oxide which contains any one in a ruthenium, 
TiN, TiSiN, TiAIN, TaSiN, TaAIN, ruthenium oxide, iridium oxide, and lanthanum trioxide 
strontium cobalt. The 3rd barrier film 1 18 is formed in [ thickness ] 100 A thru/or 1000 A. 
[0043]In drawing 2 (C), the barrier-metal spacer 1 18a is formed in each side walls of the 2nd 
conducting film 1 14, the 2nd barrier film 1 12, the 1st conducting film 1 10, and the 1st barrier 
film 108 by etching the 3rd barrier film 1 18 by an etch back process until the surface of the 2nd 
conducting film 1 14 is exposed. 

[0044]Then, the 3rd conducting film 120 is formed on the oxide film 104 including the barrier- 
metal spacer 1 18a and the 2nd conducting film 1 14. The 3rd conducting film 120 is formed by 
any one in barium, strontium, the oxide that contains any one in a ruthenium, a ruthenium and 
platinum, iridium, iridium oxide, ruthenium oxide, and lanthanum trioxide strontium cobalt. 
[0045]The conducting film spacer 120a is formed in each side walls of the barrier-metal spacer 
1 18a by etching the 3rd conducting film 120 by an etch back process. Therefore, the storage 
electrode of a capacitor lower part electrode is formed. 

[0046]Here, the barrier-metal spacer 1 18a is used as a film for inhibiting the reaction of the 
silicon of the oxygen which pierces through the conducting film spacer 120a at the time of 
vacuum evaporation of a capacitor dielectric film, for example, a BST oxide film, and enters on 
the conducting film spacer 120a, and the 1st conducting film 1 10. 

[0047]Reference of drawing 2 (D) will form the capacitor dielectric film 122 on the oxide film 
104 including a storage electrode. The capacitor dielectric film 122 is formed by any one in 



barium titanate strontium and strontium titanate. The capacitor dielectric film 122 is formed in [ 
thickness ] 200 A thru/or 1000 A, and is vapor-deposited by any one in a sputtering method or a 
CVD method. 

[0048]The capacitor upper electrode 124 is formed on the capacitor dielectric film 122. The 
number of the capacitor upper electrodes 124 is any one in platinum, iridium, and a ruthenium, 
and they are formed in [ thickness ] 100A thru/or 2000 A. The upper electrode 124 is vapor- 
deposited by any one in a sputtering method or a CVD method. Therefore, a high dielectric 
capacitor is formed. 

[0049]Here, the 1st, the 2nd, and the 3rd barrier film 108,1 12,1 18 are used also not only as a 
barrier role but as a storage electrode. 

[0050]The 2nd conducting film 1 14 formed on the 2nd barrier film 1 12 is relatively thinner than 
the 1st conducting film 1 10. 

r005 11 Drawing 3 (A) thru/or drawing 3 (D) are the figures showing the process of a 
semiconductor memory device by a 2nd embodiment of this invention, and a manufacturing 
method for the same one by one. Since it seems that the process of etching an insulator layer and 
forming the contact hole 206, and it being filled up with conductive material and forming the 
plug 207 described by a 1st embodiment, it carries out abbreviated. Reference of drawing 3 (A) 
will form the barrier film 208 on the oxide film 204 including the plug 207 first, the oxide in 
which the barrier film 208 contains at least one in barium, strontium, and a ruthenium, TiN, 
TiSiN, TiAIN, TaSiN, TaAIN, ruthenium oxide, and iridium oxide — and, It is formed by any 
one in lanthanum trioxide strontium cobalt, and the former is thickly formed comparatively 
relatively in [ thickness ] 1000A thru/or 10000 A. 

[0052]Then, the 1st conducting film 210 for storage electrodes is formed on the barrier film 208. 
The 1st conducting film 210 is formed by any one in barium, strontium, the oxide that contains 
any one in a ruthenium, a ruthenium and platinum, iridium, iridium oxide, ruthenium oxide, and 
lanthanum trioxide strontium cobalt.As for the 1st conducting film 210, the former is formed 
comparatively thinly in [ thickness ] 300A thru/or 2000 A. 

[0053]Therefore, the thickness of the barrier film 208 is formed more thickly about 3 or more 
times than the thickness of the 1st conducting film 210. Also after a succession etching process, 
the 1st conducting film 210 remains in part, and is used as a lower electrode. 
[0054]Here, the barrier film 208 is a film for preventing oxidation of polysilicon of the substance 
for plug 207 formation. 

[0055]The mask 212 is formed on the 1st conducting film 210. The mask 212 is patterned using 
a photoresist film pattern as a mask. The number of photoresist film patterns is any one in 
monolayer photoresist SLR and the multilayer photoresist MLR. 

[O056]The storage electrode layer electrically connected with the plug 207 is formed by etching 
the 1st conducting film 210 and the barrier film 208 one by one until the surface of the oxide 
film 204 is exposed using the patterned mask 212. 

[0057]The mask 212 is etched at the time of etching of the 1st conducting film 210 and the 
barrier film 208. The mask 212 and a photoresist film pattern are etched by any one dry etching 
equipment in RIE or RJBE. The mask 212 is that the 1st conducting film 210 that has the 
structure where the oxide film was laminated on Ti or a TiN film, and was laminated by the 
lower part using this, and the barrier film 208 are etched. 

[0058]Here, the oxide film of the mask 212 is exhausted thoroughly, being used as a mask which 
etches Ti or a TiN film, and the 1st conducting film 210 one by one, and Ti or a TiN film is 
exhausted thoroughly after that, playing the mask role which etches the barrier film 208 of a 



barrier film. When etching the 1st conducting film 210 and the barrier film 208, the step 
coverage of a high dielectric film is made to increase by a following process, when the grade of a 
section maintains 80 degrees - 90 

[0059]The 2nd conducting film 214 for storage electrodes is formed on the oxide film 204 
including the 1st conducting film 210. The 2nd conducting film 214 is vapor-deposited by any 
one in a sputtering method and a CVD method, and is formed in [ thickness ] 500 A thru/or 1000 
A. When vapor-depositing with a sputtering method, 80 degrees - about 90 degrees must incline 
inclination in the section of the barrier film 208 and the 1st conducting film 210, and uniform 
vacuum evaporation must become, and when vapor-depositing with a CVD method, it is 
satisfactory even if the section of the barrier film 208 and the 1st conducting film 210 becomes 
almost vertical. 

[0060] Although dry etching is identically [ to the 1st conducting film 210 ] difficult for the 2nd 
conducting film 214 (drawing 3 (B)), the platinum which has the excellent characteristic with the 
lower electrode of a BST capacitor dielectric film, iridium, iridium oxide, ruthenium oxide, 
lanthanum trioxide strontium cobalt, and a ruthenium — and, It is formed by any one in the oxide 
which contains any one in barium, strontium, and a ruthenium. And the 2nd conducting film 214 
is used also as a barrier film for a BST capacitor dielectric film to prevent the barrier film 208 
from oxidizing. 

[0061]The storage electrode of a capacitor lower part electrode is formed by carrying out overall 
etching of the 2nd conducting film 214 without a mask by an etch back process, and forming the 
conducting film spacer 214a (drawing 3 (C)) in each side walls of the barrier film 208 and the 1st 
conducting film 210. 

[0062]The capacitor dielectric film 216 (drawing 3 (D)) is formed on the oxide film 204 
including a storage electrode. The capacitor dielectric film 216 is formed with any one high 
dielectric film in barium titanate strontium and strontium titanate, and has the thickness range of 
200 A thru/or 1000 A. The capacitor dielectric film 216 is vapor-deposited with a sputtering 
method or a CVD method. 

[0063]Finally, a capacitor is formed by forming the upper electrode 218 on the capacitor 
dielectric film 216. The number of upper electrode 218 substances is any one in platinum, 
iridium, and a ruthenium, and they are formed in [ thickness ] 100 A thru/or 2000 A. The upper 
electrode 218 is vapor-deposited by any one in a sputtering method or a CVD method. 
[0064]The barrier film 208 formed on the plug 207 and the insulator layer 204 is relatively 
thicker than the conducting film 210 for storage electrodes formed on the barrier film 208. 
[0065]Platinum in which storage electrode structure which was mentioned above is excellent at 
the lower electrode of a BST capacitor dielectric film, It is tinged with the gestalt which wraps a 
barrier film thoroughly, and at the time of a BST oxide film or a succession heat treatment 
process, as soon as they have a capacitor lower electrode characteristic which prevents oxidation 
of polysilicon by oxygen, electrodes, such as iridium and a ruthenium, reduce the number of 
times of electrode vacuum evaporation considering a 1st embodiment, and they are advantageous 
to it at the time of mass production application. 

[0066]Since a spacer process is added only once, in the space margin between lower electrodes, 
it is more advantageous than the storage electrode structure of a 1st embodiment, spreading the 
thickness of the barrier film furthermore improved by etching — a storage electrode — public 
funds using it as a group film — super-high integration - it is dynamic and is the structure 
where the electric capacity of the capacitor demanded is securable. 
[0067] 



[Effect of the Invention] Storage electrode side vacuum evaporation of a transition metal can be 
minimized at the time of the dry etching for storage electrode formation by this invention's 
forming the conducting film for storage electrodes thinly, and forming thickly relatively from a 
conducting film for electric capacity reservation of the barrier film improved by etching, There is 
an effect which the bridge between storage electrodes can prevent. 

CLAIMS 



[Claim(s)] 

[Claim 1] A manufacturing method of a semiconductor memory device characterized by 
comprising the following. 

A stage which forms an insulator layer on a semiconductor substrate on which a transistor was 
accumulated. 

A stage which etches said insulator layer and forms a storage electrode contact hole until the 
surface of said semiconductor substrate is exposed using a mask for contact hole formation. 
A stage which forms a storage electrode contact plug which fills up said contact hole with 
conductive material, and is electrically connected with a semiconductor substrate, 
said plug is included — said insulator layer top — the 1st barrier film and the 1st conducting film - 

- and, A stage which forms the 2nd barrier film one by one, and a stage which forms the 2nd 
conducting film for storage electrodes on said 2nd barrier film, and forms said 2nd conducting 
film thinly relatively from said 1st conducting film, using a mask for storage electrode formation 

— said 2nd conducting film, the 2nd barrier film, and the 1st conducting film - and, A stage 
which forms a storage electrode layer which etches the 1st barrier film one by one, and is 
electrically connected with said plug, A stage which forms a barrier-metal spacer in each side 
walls of said 2nd conducting film, the 2nd barrier film, the 1st conducting film, and the 1st 
barrier film, and a stage which forms a conducting film spacer for storage electrodes in each side 
walls of said barrier-metal spacer. 

[Claim 2] said 1st barrier film, the 2nd barrier film, and a barrier-metal spacer - barium and 
strontium - and, an oxide which contains any at least one in a ruthenium, TiN, TiSiN, TiAIN, 
TaSiN, TaAIN, ruthenium oxide, and iridium oxide — and, A manufacturing method of the 
semiconductor memory device according to claim 1 forming by any one in lanthanum trioxide 
strontium cobalt. 

[Claim 3] A manufacturing method of the semiconductor memory device according to claim 1, 
wherein said 2nd barrier film and a barrier-metal spacer are formed in [ thickness ] 100 A thru/or 
1000 A. 

[Claim 4] A manufacturing method of the semiconductor memory device according to claim 1, 
wherein said 1st conducting film is formed by any one in TiN, polysilicon, and a ruthenium. 
[Claim 5] A manufacturing method of the semiconductor memory device according to claim 1, 
wherein said 1st conducting film is formed in [ thickness ] 1000 A thru/or 10000 A: 
[Claim 6] an oxide in which said 2nd conducting film and a conducting film spacer contain any at 
least one in barium, strontium, and a ruthenium, a ruthenium and platinum, iridium, iridium 
oxide, and ruthenium oxide — and, A manufacturing method of the semiconductor memory 
device according to claim 1 forming by any one in lanthanum trioxide strontium cobalt. 
[Claim 7] A manufacturing method of the semiconductor memory device according to claim 1, 
wherein said 2nd conducting film is formed in [ thickness ] 100 A thru/or 1000 A. 



t 



[Claim 8] A semiconductor memory device comprising: 
A semiconductor substrate. 

An insulator layer formed on said semiconductor substrate. 

A plug which pierced through said insulator layer and was electrically connected with said 
semiconductor substrate. 

Said plug, the 1st barrier film formed on an insulator layer, and the 1st conducting film for 
storage electrodes formed on said 1st barrier film, A barrier-metal spacer formed in each side 
walls of the 2nd barrier film formed on said 1st conducting film, the 2nd conducting film thinly 
formed on said 2nd barrier film, said 2nd conducting film and the 2nd barrier film, the 1st 
conducting film, and the 1st barrier film, and a conducting film spacer formed in each side walls 
of said barrier-metal spacer. 

[Claim 9] A stage which forms an insulator layer on a semiconductor substrate on which a 
transistor was accumulated, A stage which etches said insulator layer and forms a contact hole 
until the surface of said semiconductor substrate is exposed using a mask for contact hole 
formation, A stage which forms a plug which fills up said contact hole with conductive material, 
and is electrically connected with said semiconductor substrate, A stage which forms a barrier 
film thickly on said insulator layer including said plug, and a stage which forms a conducting 
film for storage electrodes on said barrier film, and forms said conducting film thinly relatively 
from a barrier film, A stage which forms a storage electrode layer which etches said conducting 
film and a barrier film one by one using a mask for storage electrode formation, and is 
electrically connected with said plug, A manufacturing method of a semiconductor memory 
device including a stage which forms a conducting film spacer for storage electrodes in each side 
walls of said barrier film and a conducting film. 

[Claim 10]an oxide in which said barrier film contains at least one in barium, strontium, and a 
ruthenium, TiN, TiSiN, TiAIN, TaSiN, TaADsf, ruthenium oxide, and iridium oxide - and, A 
manufacturing method of the semiconductor memory device according to claim 9 forming by 
any one in lanthanum trioxide strontium cobalt. 

[Claim 1 l]an oxide in which said conducting film and a storage electrode spacer contain any at 
least one in barium, strontium, and a ruthenium, a ruthenium and platinum, iridium, iridium 
oxide, and ruthenium oxide — and, A manufacturing method of the semiconductor memory 
device according to claim 9 forming by any one in lanthanum trioxide strontium cobalt. 
[Claim 12] A manufacturing method of the semiconductor memory device according to claim 9, 
wherein said barrier film is formed in [ thickness ] 1000 A thru/or 10000 A and said conducting 
film for storage electrodes is formed in [ thickness ] 300A thru/or 2000 A. 
[Claim 13] A manufacturing method of the semiconductor memory device according to claim 12, 
wherein thickness of said conducting film forms thickness of said barrier film thickly 3 or more 
times comparatively. 

[Claim 14] A manufacturing method of the semiconductor memory device according to claim 9, 
wherein said storage electrode spacer is formed in [ thickness ] 500 A thru/or 1000 A. 
[Claim 15] A semiconductor substrate, an insulator layer formed on said semiconductor substrate, 
and a plug which pierced through said insulator layer and was electrically connected with said 
semiconductor substrate, A semiconductor memory device characterized by said barrier film 
being relatively thicker than said conducting film including a conducting film spacer formed in 
each side walls of said plug, a barrier film formed on an insulator layer, a conducting film for 
storage electrodes formed on said barrier film, and said barrier film and a conducting film. 



[Translation done.] 
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ft) ; (3) D = N. E = CH. G = CH My*/}) 

[0 0 2 4] Ttt, #*L<te. OSrgcU T#*§^-f 

[0 0 2 5] nil, $?£L<te. 0~2<Dm&*mi-<> 
[0 0 2 6] X^IfCi-C! 2 T/^l/>Slj:, # 

C 2 -C 6 7/^^S, #*L<flC 2 -C 4 T/W 

[0 0 2 7] Ztt, #£L<tt. **JSW^ C x -C 
1 2 T/^r/^S L < tt, C x - C 6 T/W^S. 



i-y^m) . 5-1 4m<Dm**tziz*m\mm 

(#*L<te, 5-1 Ofi^&fnSfctt^&ftS 

[0028] ztm-rc G -c x 4 ry-/^ c 3 - 

kLXt*^ Apyygf <fc!;tff. «S«§H% 

S) . C 1 -C l 2 T/i^*fg (#£L<tt, C 6 - 

i/9 p^<>^/U**->» . C 6 -C 14 7y -/U^-^r 
ism (#*L<tt, C 6 -C 10 7y-;^i/S, « 

[0 0 2 9] Z<aeft&£fcttM&&tf>— SUiLtOC 
1 -C 12 7M/^ Ci-0^7/^^ C 

3 -c 6 v^nr/^7i-s. c 6 -c 14 7y-/vs, 
[0030] *&miz£zit&to<D&?ti,^mti,x 

p<^fi:*fcli^7ttT^^LTVN^ft^ x R 2 ^ c 
a -C 4 T/^/uSS:«U R 3 *5iU ; R 6 ^7K^^ 
«r^U R 4 *5j:r5R s ^7k^Ig^-*/c«:y h^r^^r 

C 4 T7^7US$r^U R 3 ^5i:^R 6 ^7Klt^$:^ 

&*tzns<7frx&&Lx^z{t&mmf btiz* 
[0031] *&m\z.&z>it&m<D&* L^&t LT 

£ (0H;Ltf. — (CH 2 ) 2 -) . */t«C 2 -C e r 
z^^w^S («ilx.<i. -CH = CH-) «r*i-ft^4fc 

L<fl, **IR^. C e -C 14 75-/H 

^/ !^7WS) Sr^-r o 
[0 0 3 2] 

p*l-Cfc9, XtfO*fcttNH**1-(fc£4fc 
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t-y^/PS) . C 2 -C 6 T/Hr ~/i.g x C 6 - 

c 14 ry-/us ^^^) , c 3 -c 6 v- 

[0033] #3&Wfc «fc LV>|f t LT 

11. p^O-Cfc?). xaMS£\ C x -C x 2 7\MfU> 
*fcttC 2 - C 6 U^S^tft^ (T 

[0 0 3 4] #38WfcJ:Sfc^©#*l^«£L-C 
R 2 *sc x -C 4 T^^3S«r*U R 3 *5£tfR 6 # 

9. X C r c 12 7;^i/^ £fcttC 2 

-C 6 T/^^i^>SSr^U Z***HC^ C 6 -C 
14 7y-/H, C 3 -C 6 ^n7^£ Stfitt 
5-1 4M©f»*fctt^lM^*«*ai*r*+ft^ 

h U m*S0 — 2©ffiR«r*U R 2 # 

C 1 -C 4 7/^;vSSrIU R 3 &X.TfiR 6 &*mm 

**U T#0*r*U ^oT^tS^yf^i 

aso*fcr*NH*:*U Zi s C 1 -C 12 7/^S, 

c 2 -c 6 r/^^/^s> c 6 -c 14 ri;-/^ c 

3 -C 6 ^a7/^/l'S> £fctt5—l 4fitf>i&?n£ 

Og&£SU R 1 d5/Nny^^*fci^ h^>SS: 
m#0--2<DfiRS:*U R 2 #C x -C ^TV^ 
*/i"S«:*U R 3 *iWR a ^**M[*«r*U R 4 

y(SLt*n^x$sr>. p&ox-h*). x#jg£\ c x - 

C 12 7M^I> *fc«C 2 -C 6 T^^u^g 

[0 0 3 5] 3(C*W{-<t-5{b^O«flC»*LV^flT 

1. ^^/u 2-{ [3^^n^^/l^$->)-4 
h^r^vy-Y/^]T^y}-3-{4- [(6, 7- 

2. 3-(4- [(6, 7— 5?* 



J V /V) */] 7x^) -2-{ [3- (1 -m^/U7° 

3. ;*5vV- 2- ({ (E) -3- [3-(^^n-<V^ 
/H7^) -3-(4- [(6, 7-^h^>-4- 

4. 2-{ [4-(i/^n^V^5}-^ri/)-3 
h^ri/^^^/^T^ /}-3-{4- [(6, 7- 

5 . > ^ 2 - { [ 3 -(^y^t^ri/) -4-^ h 
^ri/-<>y^^]r^ y}-3-{4- [(6, 7-i^h 

K 

6. >^ 2- [(3-^h^>-4-^ h^rv-O' 
/^)7^/]"3-(4- [(6, 7-v^h=^>-4 

7. ^5vV 2- [(3, 4-^h^y^/^)7 
^/]-3-{4- [(6, 7-v?n^v/-4-^y 

8. 2- [<4-y^-/u-<vy r -r7^)r^y]- 

3-{4- [(6, 7-^h^>-4-^/!)/V)^ 

9. 3-U- t(6, 7-v 5 ^ h^v^-4-^r 
;U/U)^i/]7x^)-2- [ (2-y^S*i"< 

v/>f;i/)7^/]^D/Vx- k 

10. 3-{4- [(6, 7-v^ h^fv— 4- 
^7 U/L-)^->]> r ^^/H-2- [ (l-t7f/l/* 
;^-;V)7^/]7 P o/V^ K 

11. ^f/U 3-{4— [(6, 7-^h^r->-4- 

y^)t^>]7i=/u}-2- c 

12. xf;l/ 3-{4- [<6, 7-^*1**^-4- 
^J/V)t^]7xX/W)-2- [ o-^/y/w* 

13. 2- [(2-^nn^^;V)7;y] 
-3-{4- [(6, h^-4-*/ y^)* 
^r^]7xx;l/)yD/Vx- K 

14. 2- ((3-^Du-<yy^/u)7^y] 

-3-{4- [(6, 7-^p« hari/-4-^r/ 
#v']7x^}7 B a/Vx- K 

15. 2- [(4-^dd^/^^)7^] 
-3-{4- f(6, l-V* h^r^-4-^r/ y/U)^ 

1 6. 3-{4- [(6, 7 -is* h^rv—4- 

^7 ])M^i^1y^-/^}-2- [ <2-7/V^d-< 

17. y^ 3-{4- [(6, 7-^h^-4- 
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18. y^A 3-{4- [(6, 7-v?yh=*->-4- 
*J !)/V)^]7xn/l/)-2- [ (4-7A*-a-< 

19. y^A 3-{4- [(6, 7->>y h*>'-4- 
*y!);U)m]7xx;l/J-2- [ (3-y h*v"< 

y^/vjT^l^n ^ y a:- y % 

20. y^A 3-{4- [(6, 7 -it* b*is~4- 
!>/l')*-*$']:7*=A'}-2- [ (4-y 

2 1. 3-{4- [(6, 7-i?y 

*J x )j\')**i<']y=.~M-2- { [ 4- 

22. y^VV 3-{4- [(6, 7->>y h*v—4- 
*J y;U)t^]7x^;W-2- [ 

23. y^A- 3 -{4 - [(6, 7-v*y K3rv'-4- 
*y 5A^)**S/]7*^A'}-2- [ 

24. y^A 3-{4- [(6, 7-3?*h*5/-4- 
^yy^)t^>]7xn;P}-2- [ (4 fn^y 

25. y?vv 2- [(3-r$;^;^)r5/] 

-3-{4~ [(6, 7-^h^>-4-^y^)t 
2 6. **A' 2- [(2-7^/^/^^)T-;/] 

-3-{4- [(6, h*iy-4-*yVM* 

2 7. ^A 2 -{ [3 — (S^ n^^A^^vO- 
4-y Y^S^VJMT^ y}-3-{4- [(6, 7 

28. x-f-JU 3-{3-^nn-4- [(6, 7-v?y 
F^>-4-^/!l^)t^>]7x^}-2-( [3- 

2 9. x^yv 2-{ [3-(->^n^^^-/P^-^rv-)- 

4-y h^>^<>y^/u]r$y}-3-{4- [(6, 7 

-v^y 4 -*y y/U) 3-y 

3 0. ^A 2 -{ LS-^fvO^/UytJcis)- 
4->h^rv-<y^^]7?/)-3-(4- [{6, 7 
-^y V*i/-4-*; y^)^i/]-3"7^tn7 

3 1. 3^A 2 -{ [3-(V^n^V^^-»- 

4-y h^>-<v^^]r^y}-3-{3- t(6, 7 

3 2. a^A 2-{ [3-(->^o-<V^yb^-»- 
4-y h^r^^/HT? y}-3-{4- £<6, 7 



-is* h^>-l-^y^; 9/l/)^^]7xxyV)7' 

3 3. ^A 2-{ [3-(^n^yf;^»- 
4-> h^y^^]7^}-3-(4- [(a, 7 
-SO* h**>-4-: Vis/ V -jV)jf*i/]7 3lzz.;\,)7 

3 4. y^A 2-{ [3-<v^ n'O'f-AcMrS/)- 
4-y h^r^>-y>f^]r^y}-3- [4- (4-^r 

35. :/^A 2-(-<y^/U7^) -3-u - 
[(6, 7-v?y h*5/-4-^/5^)^S/]73:=. 

Al^o/V^i— K 

36. y^A 2-U3- [3- <5/^n-0^-/l/^ 

>0-4-y h^r^zc^/i.]yt3/v-r^}r^y)-3 

-{4- [(6, 7-v>y h*i/-4-*y yA-)**^] 
7x^;U)/n/Vx- K 

3 7. y^v^ 2-{ [ 3 - Or vvw;*-3r vO -4-y h 

^yy^]r?y)-3-(4-[(6, 7->>yh 

^■^-4-^-7 !)^)t^r^]7xx;l/]yo/Vx- 
K 

38. y5vV 3-{4- [<6, 7-io<h*v'-4- 
*y 5^)^$/] 7 31^4/}- 2- J4flS7% 
J) 7us<jzi—h, 

3 9. y^A Z-iZf^T^J) ~3-{4- 
[(6, 7-v>y h*^-4-*y !IM«*/]7*= 

40. y^A 3-{4- [<6, 7-^h^>-4~ 

4 1. y^"A 2- (^^/U7^y)-3-(4- 
[(6, 7-^y hdri/-4-^/y;U)t^v']7xn 

42. ^A 2-T^y-3-{4- [(6, 7-v?y 
h^-v—4-^ry y A);**^']:7a:~/^}:/CIyv^~ 
K 

4 3. ^A 2- [(tert-^h^S^Atf-AOT^ 
y]-3-{4- t(6, 7-So< h3->-4-*y DM 

4 4. 2- ({ [3-<i^O^V?vl^*^) 

-4-y h^r^y yj^A^A-jr^; y) -3- 

{4- [(6, 7-iO< h*S"-4-*y 9A>)**if]7 

4 5. ^A 2-{ [3-<^>^ a-O^/U^v-)- 
4-y h*S^V:/^A3T^y}--2-{4-- [<6, 7 

-s?y F^y-4-^yy^) ^s^] 7 ^ ~ a) 

4 6. rc^yl/ 2- KV/^yVT^y) -2-{4- 
[<6, 7-^ Ki/-4-^/y/W^i/]7x^ 

4 7. ^A 2-({3- [3- (i/^^^^T-A^-^r 
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-{4- [(6, 7-^h^>-4-^5^)^>] 

4 8. z^f-fr 2- [(tert-:/ h^/i/fc^)7^ 
y]-2-{4- [(6, 7— Zo< h*f-4-*y 9 

49. m^/i, 2-T^/-2-{4- [(6, 7-So< 
h * 4 - 3f / V J\>) y =-M T±T~ K 

[0036] *&m\c£z><t&m^ %tit><Dmttto& 

mm. mm. v>m. &<t*m&. ®m*z<Dimmt 

m. m*m. ="^s, mm. %m. 

>m. p- h ^ v^/w* ism** w&mmt <d 

[oo3 7] sfc. mmttMrnt urn. ey^r/i^ 



[0 0 3 8] *»HfcJ;6{fc£tttt, SWBiWfcot 

[0039] f^^^)$ajg 

Ai), ^-ai^ B#tt* (i) -e^HLfcrt* 

S*U J^- (CO) p-X-Z (p, X, Zt*5£ 
(I) -CfcHLfcrtSSrlfrt-) traW. 
[0040] 
[ft 3] 




i (Bitfo - t - ^f/lf ni/yxf^T/nit 



R1 H 




(0 

^>«yffi«*c:i8 a*r^=-/^.S:f^ffl £itr* w i lei 9 

fcft^iv©*Bl^fi«*Q«r»*i-ari:<ci9 i 
*:JH6T#3 (^^2) o 

[004 1] 

Hfc4] 



R 1 . 



QO' 



H 




COOR2 



r1 



#pT«B-CJb9 («itf4-^on^yyy«:AUri 

<08Ei3io*ife^io-c*fiJc«36i-sr t3fts-c#So 

[0 0 4 2] 4-^oo*/yyR8Hco»3Sfett, 03 
Xj£> Org. Synth. Col. Vol. 3. 272(1955), Acta Chim.Hun 
g.,112,241(1986)*if(Cia«$ixr^5o gp*>**- A 



2 3te»i-i 5fcaaft«»*«r*r**ar= 9 t 
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[0043] 



Ut5] 



o o 



EtO 




OEt 



EtO 



o o 




OB 



o o 




VII 



OB 



o o 




viii 





4-*X2XJ i/Z/J V >mmft<D®1&m*. J. Chem. Soc. , 
1954, 1381* H (05***1/0 W*> % — A 4 IC 



-A 3 



10 0 4 4] 
lit 6] 



R4, 
R' 




+ NaN0 2 





[0 0 4 5] 
[ft 7] 
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MeO 




xii xia 



o 




xiv 



2*3? — A 5 

. [0 0 4 6] «JWfiM8«:, T W^3r — 

^x ^££x ^^^^^^^^Stt^S^S* 
/ctti#lKfc^0<k&oTt>S 44#12-^1240 
Hl996^ ftf^^9#&l$ii?J^102Hl994^) , 
[0 0 4 7] £fcx #S&*<aJ&S&i*x T W^-tti© 

mx-ti, 7M^HMM*5j:t;7i//^ 
^H^IfMttikl^x tMtt»riRfflH& &Jtffiffcx 

SBi4ot^-5 (e#®#Sg51^3-^260Ml993^) 0 
[0 0 4 8] ^«fioi!Ue^t!m«J:tmBt 

XmmX'hZ (fe&¥g29& f|2#. 23Hx 39M(199 
5)) . 

[0 0 4 9] fet, #»KlcJ:Sfl^*fi8LT wu* 
[0 0 5 0] *»W©t5-o©««i:Ur. *36Wfc 

[00 5 1] ^Bttttftft*© 



ci 




ii 



»^>S#. gpfi4, &AS;^ &T&^x SSfcrttS: 

«t«**LT±lf^, ttMftk SSS^Jx S 

[0052] twtli: tr, #]x.r£*. 

k Lxtt* #y tr^/utra y k>\ t 

LTtt. «ttf^f7yy»7m>A> *^x BE 

fc, iafwstt, ^y-tryv. ^^7th7^ 

Kx 7 0%fL8tf" h!)!>A> JFSISttffik 
•^hy^A, T/^^V, ^^/W^V, hVxT^SJ 
X, SMfiL e?PJx mmL BA«l4fcttx7/^ 

sis *^*A«*oa9fflk:«e+*rfc^-c*s, 

[0 0 5 3] ft^oe^lli, b 
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e*>7c*)0. 0 1-5 OOmggfitfcSo 
»AS9T?tt. ligfO. Ol-O. 5m 1 

lifig&fcflO. 001-10mggft^ 

[0 0 5 4] **WlcJ:ix«. #afiO* (I) <D{fc<£ 
•*fctt*oSBi*±*F«L 5 5itL< tt&SSfPfe 

n&0«SO}&«^&(K$tta. St (I) <0\t&®<0 
[00 5 5] 

[0 0 5 6] TE«I-*5V^T, fc^fcBSrJIJl^ DM 
SO : S^^A^A**^!** DMF : N, N-S***" 
/l/*/!/A7U\ HOB t : l-tKa^>^h!) 
7^;K WSC'HCl : l-ai^/V-3- (3' - 

[0057] TE«*w*5V^-CffiV^KJ|i«fr-<-C rfTfKiSi 

GjSffll f£gvV; 6, 7-^f^i/-4-t^y- 

3, 4-^ h*$/T~9 V (A 1 d r i c htt) (1 
5. Og) fcSfcn^ioLh^to^l'^n*— b (A 
ldrichtt) (2 3. 8ml) £ 1 20tflffl 
ffi#Lfc 0 i?7*.=iA>x--^A> (15 0ml) SrAlx.. 
2 7 OtTl «PB*» Ufc. £fiK:»aiLfc«L S*** 1 
A«--yyi,trJojlt, fflftfcllftu 3t®{fc£^£ri 3. 
5g, 8 4%OlR^*t*#/c 0 
[00 58] £jjEgj 2 6 f 7-^y 

y-i, 4-^Kp^>-3^;yy^v^ 

1 -C#fc^5vU 6, 7-^y b*is-4-**c 

— f (19. 8 g) Ky *y — (16 0ml) > 10 
K&mti- b V V AjJc«« (240ml) 1 . 

5ftHJfflRai«Lfco I^l-^ts 1 0%fflg (4 
8 0ml) Ztn^ *rWLfcttft*r«*U *ffifls£^ 
£16. 7 g , 97 %<DJK^*?#7cu 
[0 0 5 9] 6, 7->*y h*">- 1, 4- 

i^b KP=fr->-4-=fry D/> 

4 - i^ t Kp ^r'>- 3 - ^f / !) y^/^yg (20. 0 
g) ICv^ac—A^—TVl' (2 50ml) ZMlL. 28 

0W3 0»HaffLfc o £fii£»a©«Etf*fc:** 

y — (20ml) % ^D0#M (60ml) Srftl 

*JH{k-&*Sr8. 2g, 4 8%coiR^-C#fc 0 
[0 0 6 0] -&j£gjl4 4-^dp-6, 7-i^y 



^3tWc6, 4-i^tKn 
^>-4-^9/y (7. 72g) iZ**is&itl)> 
(10. 5ml) £^0X1. 3 0#WanfRSBf5Lfco jg£$ 

o*/VAic«*bfco TkftTTKSr^Oxi. 1 0 
«K^h!) !>A^^bfc^ isy*?**?***^? 

h^7^>r^rfil5SU itSfc^£7. 5 g , 89 

X H-NMR (CDC 1 3 , 500MHz) : 64. 0 
5 (s, 3H), 4. 07 (s, 3H) , 7. 36 
(d, J=4. 9Hz, 1H) , 7. 4 1 (s, 1 
H) , 7. 43 (s, 1H) , 8. 58 (d, J=4. 
9 Hz, 1H) 

Wfi^flHS (FD-MS, m/z) : 223 (M~*") 
[006 1] ^fifcffi 5 3 tKO^/XsyfrJcis- 4 

-ryy^yV' (5. 3g) (Al d r i chit) £DM 
F (4 0ml) K^«U ^d^/^pWK 
(4. 5ml) , BtfcXVtJ* (300mg) x £*g£ 
(7. 2 2g) SriDX., 7 0tt'2 3«S 
Lfc 0 £&lctia*>«. ElSWi: h/^^fclo*.. 2& 

fc, #&ftfctttttt*:8 0%a® (6 0ml) 

u ^7 7 ^»(3. 8 7 g ) kmrnmrni-bw 
a o. 6i g ) <D*.mm oomi) mtu mm. 

mit&foZ 5 . 24g, <X$63 %-C#fc, 
1 H — NMR (CDC 1 3> 50 0MH z) : 6 1 . 5 
9 - 1 . 6 7 (m, 2H) , 1 . 8 0-1. 94 (m, 
4H), 1. 96-2. 03 (m, 2H), 3. 92 
(s, 3H) , 4. 8 3-4. 8 7 (m, 1H) , 6. 
90 (d, J = 7. 9Hz, 1H) , 7. 5 9 (d, J 
= 1. 8Hz, 1H) , 7. 74 (dd, J = l. 8, 
7. 9Hz, 1H) 

[0062)^6 2~{ [3-(->^o-< 

v^/^^r-»-4-y Y^^y-<^VA /u]T ^ y ) - 3 
-(4 — b: Kp^^>7 :h^/u);/p/V ji— h 

5 xmc 3 -is? v^sf-tV***/- 2 - y h ^ 
i^SSK (1. Og) £DMSO (5 0ml) I'feM 
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U ^US^^AOL^TVI/ (1. 7 7 g) > HOB t 
(6 3 Omg) . WSC-HC 1 (1. 2 2 g) «r*0 

1 . 7 7g, ItK$9 8 %-C#fc 0 
1 H-NMR (CDC 1 3> 5 0 0MHz) : 6 1. 2 

9 (t, J = 7. 3Hz, 3H) , 1. 61 (bs, 4 
H) , 1. 7 8-1. 9 8 (m, 4 H) , 3. 13 (d 
d, J=5. 5, 14. OHz, 1H) , 3. 19 (d 
d, J=5. 5, 14. 0Hz, 1H) , 3. 8 7 

(s, 3H) , 4. 21 (dd, J = 7. 3, 14. 0 
Hz, 2H), 4. 79-4. 82 (m, 1H), 5. 

00 (dt, J=5. 5, 7. 9Hz, 1 H) , 6. 5 

1 (d, J = 7. 9Hz, 1H) , 6. 71-6. 74 
(m, 2H) , 6. 83 (d, J = 7. 9Hz, 1 

H) , 6. 99 (d, J=8. 5Hz, 2H) , 7. 2 

1 (dd, J=l. 8, 8. 5Hz, 1 H) , 7. 34 
(d, J = l. 8Hz, 1H) 

[0063] mtmi ggvP 2-{ [3-(^p-< 

-{4- [(6, 7^2* h±jiz 4-^r/ y^) 

7x^/U)yP/>Vx- K (l) 

4-^d-6, 7-v?> h^fv/^r/ y > (-&^4) 
(3 1 4m g) , 2-{ IS-ii/fwOf-A' 

tKn^>7x^) ^n^V^-h 0£j£fll6) (6 
OOmg) , 4-^f^7^ye'!)v J y (206m 
g) &o-*i/U> (6ml) IC^PX.. 18 0^5^ 

RM^ut. £fiK««p<0«, ****** 

A^nvh^77^HCT«KU 4 8 2mg. 4X3*5 

1 H-NMR (CDC 1 3 , 500MHz) : 6 1. 3 

2 (t, J =7. 3Hz, 3H), 1. 58-1. 63 
(m, 2H) , 1. 7 9-1. 98 (m, 6 H) , 3. 

24 (dd, J = 5. 5, 14. OHz, 1 H) , 3. 
36 (dd, J = 5. 5, 14. OHz, 1 H) , 3. 
88 (s, 3H), 4. 04 (s, 3H), 4. 07 
(s, 3H) , 4. 2 4-4. 2 8 (m, 2H) , 4. 
81-4. 85 (m, 1H) , 5. 07 (d d, J = 
5. 5, 12. 8Hz, 1H) , 6. 46 (d, J = 
5. 5Hz, 1H) , 6. 58 (d, J = 7. 3Hz, 
1H) , 6. 85 (d, J = 8. 6Hz, 1 H) , 7. 

10 (d, J =8. 5Hz, 2H) , 7. 24-7. 2 
8 (m, 3H) , 7. 38 (d, J = l. 8Hz, 1 
H) , 7. 53 (d, J=7. 9Hz, 1 H) , 7. 5 
4 (s, 1H) , 8. 4 7 (d, J=5. 5Hz, 1 



H) 

WmftVim (FD-MS, m/z) : 6 14 (NT) 
[0064] jjj|W7 3- (1 -m^^p^i/) 

>{y/<xyy (2. 0 8 g ) 

(2. 5 5ml) *J8v\ Gf&W 5 t ^m<0^mX\ $t 

mik&toZ i. 9 3 g . jr*s 9 

1 H-NMR (CDC 1 3 , 5 0 0MHz) : 6 0. 9 
9 (t, J = 7. 3Hz, 6H) , 1 . 67-1. 8 

0 (m, 4H) , 3. 9 3 (s, 3H) , 4. 19 
(m, 1H) , 6. 91 (d, J=8. 6Hz, 1 

H) , 7. 61 (d, J = l. 8Hz, 1H) , 7. 7 
4 (dd, J = l. 8, 8. 6Hz, 1 H) 
[0 06 5] jgjggj 2 X-^/U 3-{4- [(6, 7- 

1 [3-(i-xf;uyp^y/)-4-^ h^^yy 

^]7$;)yn/V^ h (2) 
^0U7-C^c3- (l-^/Wi/ntf*^) -4-t< 
KV$Sf» (23 1mg) i4-^nD-6, 7- 
^ h^rV^y y > (^^4) (14 7mg) *EV> 
m«s« 1 <t ra«<0*ifc-C % *«{b&** 1 5 5 m g , 
4 7 %<D^X^tc 0 

1 H-NMR (CDC 1 3 , 5 0 0MHz) : 6 0. 9 
6 (dt, J=2. 4, 7. 3Hz, 6H), 1. 33 

(t, J = 7. 3Hz, 3H), 1. 71 (m, 4 
H) , 3. 25 (dd, J=5. 5, 14. OHz, 1 
H) , 3. 36 (dd, J=S. 5, 14. OHz, 1 
H), 3. 89 (s, 3H), 4. 05 (s, 3H), 
4. 07 (s, 3H), 4. 18-4. 20 (m, 1 
H) , 4. 2 4-4. 2 8 (m, 2 H) , 5. 0 7 (d 
d, J=5. 5, 12. 8Hz, 1H) , 6. 46 

(d, J = 5. 5Hz, 1H) , 6. 60 (d, J = 
7. 3Hz, 1H) , 6. 86 (d, J=7. 9Hz, 
1H) ,7.11 (d, J=8. 5Hz, 2H) , 7. 
24 (d, J = l. 8Hz, 1H) , 7. 26 (d, J 
= 6. 7Hz, 2H) , 7. 41 (d, J = l. 8H 
z, 1H), 7. 52 (s, 1H), 7. 54 (s, 1 
H) , 8. 4 7 (d, J = 5. 5Hz, 1 H) 

[0 0 6 6] ^f&M8 ^^/V (E) -3- [3- 
(->^p^^^P^-»-4-^ KV7x^]-2 

5 -C»fe*Lfc 3 - <cst u^y<?>Vic*i/) - 4 - 
^ h^r^VXT^k K (1. 0 2g) $rTHF (2 
Oml) U:*g#U ( h y 7 *X7*9 =-9? 

» mm^^ (3. ig) ^Jpt7 0t:rM 2 i«ntt 
#Ut. SEUcJfrakDft. ****** n^A^ttffi 

i g, fe&wmmvmc 0 
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[006 7] ^j£0H9 (E) -3- [3-(v^o-< 

^*«8T-»e>*tfc^^ (E) -3- [3-<is* 
✓V^-K (1. 3 1 g) ZtfS—sl' (2 5ml) Id 

mmu 2m.fe*mt*v?j±*®& u. 75mn 

n Lfc. * u n */UAjgfc*;MaBtf- h V 

1 H-NMR (CDC 1 3 , 5 0 0MHz) : 6 1. 6 
3 (m f 2H) , 1. 8 4-1. 97 (m, 6 H) , 
3. 88 (s, 3H), 4. 79-4. 81 (m, 1 
H), 6. 28 (d, J = l 5. 9Hz, 1 H) , 6. 
86 (d, J = 8. 5Hz, 1H) , 7. 07 (d, J 
= 1. 8Hz, 1H) , 7. 11 (dd, J = l. 8, 
8. 5Hz, 1H) , 7. 72 (d, J = 15. 9H 
z, 1H) 

[00 68] &f&m 1 0 3- [4- (t e r 

t-yKV)7x^]-2- ({ (E) -3- [3- 
(->^n^V^y^^r-»-4-^ h^->P y ji^^]-2 

*rt«9"C»feiifc (E) -3- [3-(v^n-<>^ 
/^v')-4-^ h^rv-^^^yU]-2-^n^V^ 

(4 0 5mg) SriSfty^U^ (2 0ml) KStfSU 
O-tert -^/W-^-n^V^^/kai^^yl^ttiiafi 

(KokusanChemicalstfc) (578m 
g) % WSC'HCl (3 8 7mg) Sr^ X^i&-C 2 1$ 

5 0 1 m g . 6 6 %Ote^T*#fco 

X H-NMR (CDC 1 3 , 5 0 0MHz) : 61. 3 

3 (s, 9H) , 1. 5 6-1. 6 3 (m, 2 H) , 

1. 8 4-1. 9 8 (m, 6H) , 3. 16 (dd, J 
= 2. 4, 5. 5Hz, 2H) , 3. 73 (s, 3 
H), 3. 87 (s, 3H), 4. 78-4. 81 
(m, 1H), 5. 00 (dt, J = 5. 5, 7. 9H 
z, 1H) , 6. 00 (d, J=7. 9Hz, 1 H) , 
6. 23 (d, J = 15. 9Hz, 1 H) , 6. 84 
(d, J=7. 9Hz, 1H) , 6. 90-6. 92 
(m, 2H) , 7. 00-7. 03 (m, 3H) , 7. 
05 (dd, J = l. 8, 7. 9Hz, 1H) , 7. 5 

4 (d, J = l 5. 9Hz, 1H) 
Kffl#*HI (FD-MS, m/z) : 3 5 8 

[0 0 6 9] £j£ffJl 1 2- ({ (E) -3 



yi^]-2-yp^y>f/w}7^y) -3- 

£tf«l 0-C#e>Jxfc^f-/V- 3- [4-(t e r t - 
yh^»7x^]-2- ({ (E) -3- [3-(v^ 
P^Vf/l't^V) - 4 - ^ 1^^7x^1-2-/0 
^;^)T^) -7u/<;x--y (4 5 0mg) 
ft^^U>- (10ml) KB*U hy^/^Dft^ 
(lml) SriBIx.^ia-C2«FRmH*Lfco KlS«S:»)E 

^7-< — KTfiflgU ^Jg«;£^£3 9 5mg, lR^9 
9%T#^ 

1 H-NMR (CDC 1 3 , 5 0 0MHz) : 6 1. 5 
9-1. 6 6 <m, 2H) , 1. 8 6-1. 9 7 (m, 
6H) , 3. 11 (dd, J=5. 5, 14. 0Hz, 
1H) , 3. 17 (dd, 5. 5, 14. 0Hz, 1 
H), 3. 77 (s, 3H), 3. 88 (s, 3H), 
4. 79-4. 81 (m, 1H), 5. 01 (dt, J 
= 5. 5, 7. 3Hz, 1H) , 6. 04 (d, J = 

7. 3Hz, 1H) , 6. 24 (d, J = 15. 3H 
z, 1H) , 6. 76 (d, J = 8. 6Hz, 2H) , 
6. 84 (d, J = 8. 6Hz, 1 H) , 6. 98 

(d, J = 7. 9Hz, 2H) , 7. 03 (d, J = 
2. 4Hz, 1H), 7. 07 (dd, J = 2. 4, 

8. 6Hz, 1H) , 7. 55 (d, J = 15. 3H 
z, 1H) 

[0 0 7 0] nMW3 2- ({ (E) -3- 

;i/]-2-^;^f;H7-;y) -3-{4- [(6, 7 

-is* F 4 - ^7 !l ;V) t^r'>] 7x^/1/) 7 > n ^ 

y^-h (3) 

&f&Wl 1 X-'&tz**?-^ 2- ({ (E) -3- [3- 
<C/$ V^^/Uttis) -4-/ h^ri/^oin/U]- 2 
-7 P D^y^yU)7^) -3- (4-fcKn^>7x 
yn/Vx- h (3 72mg) £4-*nu- 

6, 7-io< h*^*/ (^0114) (2 3 3m 

g) st/bwc, nmwi hmm<o*mx\ uft^tr 

5 2mg. lR^2 9%X*#fCo 

X H-NMR (CDC 1 3 , 50 0MHz) : 81. 5 
8-1. 6 4 (m, 2H) , 1. 8 2-1. 9 6 (m, 
6H) , 3. 20 (dd, J=5. 5, 14. 0Hz, 
1H) , 3. 33 (dd, J=5. 5, 14. 0Hz, 
1 H) , 3. 8 0 (s, 3H) , 3. 8 7 (s, 3 
H), 4. 04 (s, 3H), 4. 07 (s, 3H), 
4. 7 8-4. 8 0 (m, 1 H) , 5. 07 (dt, J 
= 5. 5, 7. 3Hz, 1H) , 6. 11 (d, J = 

7. 3Hz, 1H), 6. 26 (d, J = 15. 3H 
z, 1H) , 6. 50 (d, J = 5. 5Hz, 1 H) , 
6. 84 (d, J = 7. 9Hz, 1 H) , 7. 03 

(d, J = l. 8Hz, 1H), 7. 07 (dd, J = 
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1. 8, 8. 5Hz, 1H) , 7. 12 (d, J = 8. 
5Hz, 2H) , 7. 2 4-7. 2 6 (m, 2 H) , 
7. 55 (s, 2H) , 7. 56 (d, J = 15. 3H 
z, 1H) , 8. 47 (d, J = 5. 5Hz, 1 H) 
10 0 7 1] £>f&m 1 2 4 -v^ P^^TVlOEhfr 

(i. 5 3g) *fflv^, ^mstmm^ 
&r?$kmit&yo* 2 . i 5 g , &m 8 8 %xmz« 

1 H-NMR (CDC 1 3 , 4 0 0MHz) : 6 1. 5 
9 - 1 . 6 8 (m, 2 H) , 1 . 8 1-2. 03 (m, 
6H), 3. 91 (s, 3H), 4. 86 (tt, J = 
3. 1, 6. 1Hz, 1H) , 6. 91 (d, J = 8. 
5Hz, 1H) , 7. 58 (d, J = l. 8Hz, 1 
H) , 7. 73 (dd, J = l. 8, 8. 5Hz, 1 
H) 

[00 7 2] -S-fifcffi 1 3 ^±fr_ 2~{ [4-(i^n 

^^/W-3^)-3-;* h^^y^;u]7^;l- 

3- (4-b KP^^7x^l/)/P/Vx-h 

1 2-C-#fc4 -v^ w<^;v**ci/- 3-^ h 
^rv^S#K (2 0 0mg) £ffll>T, -£j£0!)6£^SI 
#2r&T\ «^3 7 0mg, 7£M&}\cmc 0 
1 H-NMR (CDC 1 3 , 4 0 OMHz) : 6 1. 2 
9 ( tj J =7. 3Hz, 3H), 1. 56-1. 64 
(m, 2H) , 1. 7 9-1. 9 9 (m, 5H) , 3. 
13 (dd, J = 5. 5, 14. OHz, 1H), 3. 
19 (dd, J = 6. 1, 14. OHz, 1H) , 3. 
86 (s, 3H) , 4. 20 (d, J = 7. 9Hz, 1 
H) , 4. 22 (dd, J = l. 2, 7. 9Hz, 1 
H) , 4. 81 (dq, J=3. 1, 6. 1Hz, 1 
H) , 4. 9 9-5. 0 3 (m, 1 H) , 6. 52 
(d, J = 7. 3Hz, 1H) , 6. 71-6. 74 
(m, 2H) , 6. 84 (d, J = 7. 3Hz, 1 
H), 7. 00 (d, J =8. 5Hz, 2H), 7. 2 

0 (dd, J = l. 8, 7. 9Hz, 1 H) , 7. 35 
(d, J = l. 8Hz, 1H) 

(FD-MS, m/z) :4 2 7 (M + ) 
[0 0 7 3] mi&W4 sl^/U 2-{ [4-(^p^< 
V?Vl^-=fr->)-3-* h^rv-^>^^/U]T ^ /}- 3 
-(4- f(6, 7-^h^-4~^!J/V)t^] 
7x^)/P^Vx- h (4) 

3Vmtc^/^ 2-{ [4-(V^n-<^/W 
^i/)-3-y h^r^-<>y-r^]T^/}-3-(4- 
t Fv^isy^-My*/*;^— h (2 5 0mg) t 

4- ? up 6, 7-^ h^rv^y !J ^ (£*J&^4) 
(13 1mg) SrfflV^^Jg^l i:^«*#afe-C. «fl 

fc&fy)* 1 5 6 m g > 4 3 %(£JtX3*T-#fCo 

1 H-NMR (CDC 1 3 , 5 0 OMHz) : 6 1 . 3 
3 (t, J = 7. OHz, 3H) 1. 57-1. 66 

(m, 2H) , 1. 7 9-2. 0 1 (m, 6 H) , 3. 
25 (dd, J = 5. 5, 13. 4Hz, 1 H) , 3. 



36 (dd, J = 5. 8, 13. 7Hz, 1 H) , 3. 
89 (s, 3H), 4. 05 (s, 3H), 4. 07 

(s, 3H) , 4. 2 2-4. 30 (m, 2 H) , 4. 
78-4. 84 (m, 1H), 5. 08 <dt, J = 
5. 8, 7. 3Hz, 1H) , 6. 47 (d, J = 5. 
5Hz, 1H) , 6. 61 (d, J = 7. 3Hz, 1 
H) , 6. 86 (d, J = 7. 9Hz, 1 H) , 7. 1 
2 (d, J = 8. 5Hz, 2H) , 7. 21-7. 29 

(m, 3H) , 7. 40 (d, J=2. 4Hz, 1 
H) , 7. 52 (s, 1H) , 7. 54 (s, 1 H) , 
8. 48 (d, J=5. 5Hz, 1H) 
IfMI (FD-MS, m/z) : 6 1 4 (M+) 

[00 74] jjjjfcgj 1 4 3 -<<<yi?;U**i/) - 4 - 

jys<-V^ (1. Og) SrTirh-HJA- (20m 

i) tewwu mmzvtJ* d. 09 g ) , 

W K (0. 9 4ml) SrJOx., SO^fMiSK 

^a^h^^^^-JCT^KU 3tJg{fc^£l. 61 
g. £*$K#fc 0 

1 H-NMR (CDC 1 3 , 4 0 OMHz) : 6 3. 9 
7 (s, 3H), 5. 20 (s, 2H), 6. 99 
(d, J = 7. 9Hz, 1H) , 7. 32-7. 34 
(m, 1H) , 7. 3 6-7. 4 0 (m, 2 H) , 7. 
44-7. 4 8 (m, 4H), 9. 82 (s, 1H) 
[0 0 7 5] Sf&ffl 1 5 3 -^y^t^rV) - 4 - 

<&j£0S 1 4 Tr#fc 3 - (-O^^^rV) -4 -y h 3rf 
-<vXTyL^t K (1. 6 1 g) Srffll^-C, £^£#15 <t 
l^«<a^T^Sfc^£ 1 . 2 6g. 7 3%<OlR^-C 

1 H-NMR (CDC 1 3 , 4 0 OMHz) : 6 3. 8 
4 (s, 3H) , 5. 13 (s, 2 H), 7. 07 
(d, J=8. 5Hz, 1H), 7. 32-7. 35 
(m, 1H) , 7. 3 9-7. 4 2 (m, 2 H) , 7. 
4S (d, J=6. 7Hz, 2H) , 7. 53 (d, J 
= 1. 8Hz, 1H) , 7. 57 (dd, J=l. 8, 
8. 5Hz, 1H) 

[0076]Mm_6 y^/W 2-{ [3-(^<>v? 
/l^3My)-4-y h^r->-Oy^/U]T$ / }-3- 

[4- (ter t-^h^)7xr:;l/]yp/Vx-b 
£-f&W 1 5 3 -{fOitJUttif) -4-^^> 
3cJ&#S£(l. 26g) £ffi^T. -frjftfll 0£^«£ 
^fe-C^ilfk^SrS*^ 2 . 5 3 g #fc 0 

1 H-NMR (CDC 1 3 , 4 0 OMHz) : 6 1. 3 

2 (s, 9H) , 3. 16 (dd, J = 6. 1, 14. 
OHz, 1H) , 3. 21 (dd, J = 6. 1, 14. 
OHz, 1H), 3. 74 (s, 3H), 3. 92 



-16- 



(s, 3H) , 5. 01 (dt, J=6. 1, 7. 9H 
z , 1H) , 5. 16 (s, 2H), 6. 4 2 (d, J 
= 7. 9Hz, 1H) , 6. 86 (d, J = 7. 9H 
z, 1H) , 6. 9 0-6. 9 2 (m, 2H) , 7. 0 
0-7. 02 (m, 2H) , 7. 21 (dd, J = 2. 
4, 7. 9Hz, 1H), 7. 30-7. 33 (m, 1 
H) , 7. 3 6-7. 3 9 (m, 2 H) , 7. 42 

(d, J = l. 8Hz, 1H) , 7. 45 (d, J = 
7. 3Hz, 2H) 

WmMftm (FD-MS, m/z) :49 1 (M+) 

[00 7 7] ^f&W 1 7 >5VU 2-{ [3-H>; 
^^r-»-4-y hfr^VV^fvklT ^/}-3-(4 

1 6 * 2-{ [3- (^^t* 

i/)-4-^ r^y}-3- [4- 

(tert-^Ki/) ;/ayV^— h (2 

5 0mg) tm^X. ltH»4Jfft"CM«t 
*W*£*«JU: 2 2 4 m g ^fc 0 

1 H — NMR (CDC 1 3 , 4 0 0MHz) : 6 3. 1 
1 (dd, J = 5. 5, 14. 0Hz, 1H) , 3. 1 
9 (dd, J=5. 5, 14. OHz, 1 H) , 3. 7 
7 (s, 3H) , 3. 91 (s, 3H) , 5. 0 1 (d 
t, J = 5. 5, 7. 3Hz, 1H) , 5. 15 (s, 
2H) , 6. 46 (d, J = 7. 3Hz, 1 H) , 6. 
72 (d, J = 8. 5Hz, 2H) , 6. 86 (d, J 
= 8. 5Hz, 1H), 6. 96 (d, J =8. 5H 
z, 2H) , 7. 24 (d, J = l. 8Hz, 1 H) , 
7. 29-7. 31 (m, 1H), 7. 36 (t, J = 
7. 3Hz, 2H) , 7. 40 (d, J = l. 8Hz, 
1H) , 7. 44 (d, J = 7. 3Hz, 2H) 
KAftVm (FD-MS, m/z) :4 3 5 (M^) 
[0 0 7 8] mi&W5 2-{ [3-(-<^^/W 

3hfr-»-4-^ h=frS~<>s/^]ygy}-3--{4- 

o/Vx-h (5) 

1 7 Xmc* f>V 2 - { [ 3 - (^Sit/Is** 

v)-4-y b^yo^^M r^;)-3-(4-t 

Yu^ri/y^/v) r/n/V^-h (19 0mg) 

^Xs sas«ifcia*ft*ttx?awfts«*«:5o. 7m 

g> 1 9%^lR^T*#fCo 

1 H — NMR (CDC 1 3 , 5 0 0MHz) : 6 3. 2 

2 (dd, J=5. 5, 14. OHz, 1 H) , 3. 3 
4 (dd, J=5. 5, 14. OHz, 1 H) , 3. 8 
0 (s, 3H), 3. 92 (s, 3H), 4. 03 

(s, 3H), 4. 05 (s, 3H), 5. 08 (d 
d, J = 6. 1, 14. OHz, 1H) , 5. 17 

(s, 2H) , 5. 08 (dd, J=6. 1, 14. 0 
Hz, 1H), 5. 17 (s, 2H), 6. 43 (d, 
J=4. 9Hz, 1H) , 6. 53 (d, J = 7. 9H 
z, 1H) , 6. 89 (d, J = 7. 9Hz, 1 H) , 



7. 09 (d, J = 8. 6Hz, 2 H) , 7. 20 
(d, J=8. 6Hz, 2H) , 7. 27-7. 31 
"(m, 2H), 7. 35 (t, J=7. 3Hz, 2 

H) , 7. 42 (s, 1H) , 7. 43-7. 44 
(m, 2H) , 7. 53 (s, 1 H) , 8. 47 (d, 

J = 5. 5Hz, 1H) 

ff*#*ftt (FD-MS, m/z) : 6 2 2 (M*) 
[0 0 7 9] 8 *^>V 3- [4- (t e r 

t -^F^r'»7x^]-2- [ (3-bKP^>-4 

1 6 Xmc* 2 - { [ 3 - (-O-^/^^f 

-»-4-y h*S<"<»^fyU] 7^7)-3- [4- 
( t e r t h^ri/) 7xx;I/]/p/Vx- h (2. 
5 1 g) SrB»^^ (20ml) KtgfttU *S£ft^ 
(2 5 1mg) fcJDx.. **#H«TSfrC3 

jKS:«fl£«*Lfc. v'y^/^y^pvh^?^ 
H:t*«U*Hk^*t:l. 5 8g. 7 7%<0lR^T* 

1 H — NMR (CDC 1 3 , 4 0 0MHz) : 6 1. 3 

2 (s, 9H) , 3. 16 (dd, J=5. 5, 14. 
OHz, 1H) , 3. 21 <dd, J = 5. 5, 14. 
0Hz, 1H) , 3. 73 (s, 3H) , 3. 93 

(s, 3H) , 5. 03 (dt, J=5. 5, 7. 3H 
z, 1H) , 6. 44 (d, J = 7. 3Hz, 1 H) , 
6. 85 (d, J = 7. 9Hz, 1 H) , 6. 90- 

6. 9 2 (m, 2H) , 7. 0 1-7. 0 3 (m, 2 
H) , 7. 27 (d, J = ll. OHz, 2 H) 
ftMfi (FD-MS, m/z) :401 (M + ) 

[0080] S&ffl 1 9 ^^/W 2- [ (3-yh^r 
->-4-^ b*i*Q*S4A') ~ 3 ~ [4- 

(t e r t-zf b*ci/)7 zc~M7vs<; b 

SXftlL**?A' 3-[4-(tert-^h 
3ri/)7=c~/U]- 2- [ (3-fc Kn*i/— 4— > h=¥ 
fO'V^f /p/Vx- b (3 0 0mg) 

^a^y^ (o. imi) zm\,\ ^mi4tm 
m<Dm&xmmit&®)$: s 3 7 m g , 9 8 %<d&35t-# 

1 H — NMR (CDC 1 3 , 4 0 0MHz) : 6 0. 9 
8 (t, J = 7. 3Hz, 3H), 1. 32 (s, 9 
H) , 1. 4 5-1. 5 4 <m, 2 H) , 1. 81- 
1. 87 (m, 2H) , 3. 18 (d d, J = 5. 5, 
13. 4Hz, 1H) , 3. 22 (d d, J = 5. 5, 
13. 4Hz, 1H), 3. 74 (s, 3H), 3. 9 
0 (s, 3H) , 4. 05 (t, J=6. 7Hz, 2 
H) , 5. 02 (dt, J=5. 5, 7. 3Hz, 1 
H) , 6. 45 (d, J = 7. 3Hz, 1 H) , 6. 8 

3 (d, J=7. 9Hz, 1H) , 6. 91 (d, J = 

7. 9Hz, 2H) , 7. 02 (d, J = 7. 9Hz, 
2H) , 7. 17 (dd, J = l. 8, 7. 9Hz, 1 
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H) , 7. 3 6 (d, J = l. 8Hz, 1H) 
®ft##rffi (FD-MS, m/z) : 4 5 7 (M"*~) 
1008 1] ^2 0 ^gvU 2- [ (3-^^ 
->~4-^ h^y^O^A-) T^/] -3-(4-fc 

4-* ^>"<y^/i/) r^y] -3- [4- (te 

r t-yh^»73ic=.yV]^i3yV^-h (3 0 3m 
g) tm^Xs ^fiJMl 1 tra«*^te*C«]l^*«r 

2 9 o m g % im^mmm^xmtco 

1 H — NMR (CDC 1 3 , 400MHz) : 60. 9 

7 (t, J=7. 3Hz, 3H) , 1. 45-1. 52 
(m, 2H) , 1. 8 0-1. 8 6 (m, 2 H) , 3. 

13 (dd, J=5. 5, 14. 0Hz, 1 H) , 3. 
20 (dd, J = 5. 5, 14. OHz, 1H) , 3. 
77 (s, 3H), 3. 90 (s, 3H) , 4. 04 
(t, J = 7. 3Hz, 2H) , 5. 03 (dt, J = 
5. 5, 7. 3Hz, 1H) , 6. 52 (d, J = 7. 
3Hz, 1H) , 6. 73 (d, J=8. 5Hz, 2 
H) , 6. 84 (d, J=8. 5Hz, 1 H) , 6. 9 

8 (d, J=8. 5Hz, 2H) , 7. 21 (d d, J 
= 2. 4, 8. 5Hz, 1H) , 7. 36 <d, J = 
1. 8Hz, 1H) 

SIM® (FD-MS, m/z) :401 (M+) 

[0 0 8 2] mmme 2- [Q-:/b*-> 

-4-* Y^s^lsyjMT ^/]-3-{4- [(6, 
s<;*-h (6) 

^*fl2 0tft^f^ 2- [ (3-:/h3rv—4- 
> h^yoy^M /] -3-(4 -t: Kn#S/ 
7x^)/n/Vx^h (2 5 5mg) SrJEV^T. ^ 
tt^i 1 i H*4JMfe-C«mfc^«* 68mg, 18%© 

1 H — NMR (CDC 1 3 , 5 0 0MHz) : 6 0. 9 
7 (t, J = 7. 3Hz, 3H), 1. 45-1. 52 

(m, 2H) , 1. 8 0-1. 8 6 (m, 2 H) , 3. 
24 (dd, J = 5. 5, 14. OHz, 1 H) , 3. 
35 (dd, J = 5. 5, 14. OHz, 1 H) , 3. 
81 (s, 3H), 3. 90 (s, 3H), 4. 03 

(s, 3H), 4. 05 (s, 3H), 4. 06 (t, 
J=6. 7Hz, 2H) , 5. 10 (dd, J=5. 
5, 12. 8Hz, 1H) , 6. 44 (d, J=4. 9 
Hz, 1H) , 6. 57 (d, J = 7. 3Hz, 1 
H), 6. 86 (d, J =8. 6Hz, 1H), 7. 1 
1 (d, J=8. 5Hz, 2H) , 7. 22-7. 25 

(m, 2H) , 7. 40 (d, J = 2. 4Hz, 1 
H) , 7. 4 2 (s, 1H) , 7. 5 3 (s, 1 H) , 
8. 4 8 (d, J =4. 9H z, 1 H) 
ffffl;##r<e (FD-MS, m/z) : 588 (M^) 

[008 3] 1 ±2JU 2- [ (3, 4 -is 



^ T ^ / ] - 3-(4-bKn^ 

3, 4-^^^^(15 01118) O^T. 

6 fc BI«©*«feT*H{k^*Sr 3 0 8 m g , £fl 

1 H-NMR (CDC 1 3 , 400MHz) : 61. 2 
9 (t, J=7. 3Hz, 3H) , 3. 13 (d d, J 
= 4. 9, 13. 4Hz, 1H) , 3. 20 (d d, J 
= 4. 9, 13. 4Hz, 1H) , 3. 90 (s, 3 
H) , 3. 93 (s, 3H) , 4. 22 (d d, J = 
7. 3, 13. 4Hz, 2H) , 5. 0 1 (dt, J = 

4. 9, 7. 3Hz, 1H) , 6. 54 (d, J = 7. 
3Hz, 1H) , 6. 71-6. 74 (m, 2 H) , 

6. 84 (d, J=8. 6Hz, 1 H) , 6. 99 
(d, J = 8. 6Hz, 2H) , 7. 23 (d d, J = 

1. 8, 8. 6Hz, 1H) , 7. 37 (d, J = l. 
8 Hz, 1H) 

(FD-MS, m/z) : 3 7 3 (M" 4 ") 
[0084l§««7 ^/V 2- [(3, 4-io< 
h^^O^^MT $7j-3-{4- [(6, 7-v^ 

h (7) 

£*fig«2 lX^tc^/U 2- [ (3, 4-^^ h*is 
-Oy^M 7^;] -3-(4-fc Kn^ri/yoin^) 
/o/Vx-h (2 5 0mg) Srfflvvt\ 
«ft*jSfe"C«Hft^*S: 1 7 9 m g . 4 8 %«JR^X?# 

'H-NMR (CDC I 3 , 500MHz) : 61. 3 
3 (t, J = 7. 3Hz, 3H) , 3. 25 (dd, J 
= 5. 5, 14. OHz, 1H) , 3. 36 (dd, J 
= 5. 5, 14. OHz, 1H) , 3. 92 (s, 3 
H), 3. 93 (s, 3H), 4. 04 (s, 3H), 
4. 07 (s, 3H), 4. 25 (dd, J = 2. 4, 

7. 3Hz, 1H) , 4. 28 (dd, J = 2. 4, 
7. 3Hz, 1H) , 5. 08 (dd, J = 5. 5, 1 

2. 8Hz, 1H) , 6. 47 (d, J=5. 5Hz, 
1H) , 6. 62 (d, J = 7. 3Hz, 1H), 6. 
86 (d, J = 8. 5Hz, 1H), 7. 11 (d, J 
= 8. 5Hz, 2H), 7. 25-7. 28 (m, 2 
H) , 7. 42 (d, J = l. 8Hz, 1 H) 7. 53 

(b s, 1H) , 7. 54 (s, 1H) ,8.47 

(d, J = 5. 5 Hz, 1H) 
MtfMHt (FD-MS, m/z) : 5 60 (M^) 

[0085] &f&W 2 2 *^>V 3- [4- (t e r 
t -yF^»7x^]-2- [ (4-:/5vw<>y^ 

/^) r^y]:/p/V^-h 

p-yf;W$SfB (10 3mg) £DMF (3ml) 
KtMFU O-ter t-y^-^n^»^-/P3i^ 
xA46S8£ (Kokusan Chemicals tt) 
(200mg) , WSCHC1 (134mg) , HO 
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Bt (78mgK hV^frT^-y (0. lml) * 

ttiLfc 0 «raui u m*mstr h 9 

4mg, 86%^<X^#fc 0 

1 H-NMR (CDC1 3 , 400MHz) : 60. 9 
3 (t, J = 7. 3Hz, 3H), 1. 33 (s, 9 
H) , 1 . 5 6-1. 6 2 (m, 4 H) , 2. 64 
(t, J = 7. 6Hz, 2H) , 3. 18 (d d, J = 
5. 6, 13. 9Hz, 1H) , 3. 23 (dd, J = 
5. 6, 13. 9Hz, 1H) , 3. 74 (s, 3 
H) , 5. 14 (dt, J = 5. 9, 7. 6Hz, 1 
H) , 6. 50 (d, J=7. 6Hz, 1 H) , 6. 9 
0-6. 9 3 (m, 2H) , 7. 0 1-7. 0 4 (m, 
2H) , 7. 21 (d, J=8. 3Hz, 2H) , 7. 
6 1-7. 6 4 (m, 2H) 

Wmftmm (FD-MS, m/z) : 4 1 1 (M" 1 ") 

[008 6]^m_3 2- [ (4-^^ 

^V^M T^y]-3- (4-b Kp^v-7x^ 

^^2 2"C#fc^^ 3- [4- (tert-^h 

y]yD/Vx-h (18 0mg) feffl^T, -frrtWl 
1 £ ra«<D*jfe-C«JH<fc'&*Sr 1 5 4 m g N 9 8 

1 H-NMR (CDC 1 3 , 4 0 OMH z) : 6 0. 9 

2 (t, J = 7. 3Hz, 3H), 1. 33 <t, J = 
7. 3Hz, 1H) , 1. 37 (t, J = 7. 3Hz, 
1H) , 1. 56-1. 63 (m, 2H) , 2. 64 

(t, J = 7. 6Hz, 2H) , 3. 13 (d d, J = 
5. 4, 14. 1Hz, 1H) , 3. 21 (dd, J = 
5. 4, 14. 1Hz, 1H) , 3. 7 7 (s, 3 
H) , 5. 06 (dt, J = 5. 4, 7. 6Hz, 1 
H), 6. 57 (d, J = 7. 6Hz, 1H), 6. 7 
2-6. 7 6 (m, 2H) , 6. 9 7-7. 0 0 (m, 
2H) , 7. 22 (d, J = 8. 3Hz, 2H) , 7. 
6 3-7. 6 7 (m, 2 H) 

MtfMHi (FD-MS, m/z) : 3 55 (M + ) 
10 0 8 7] ggfegyjj t^/ls 2- [(4-7^/W< 

^-/>r^)r$y]-3-{4- [(6, i -v* h^-->- 

(8) 

2 3 T-#fc **f-)V 2 - [ ( 4 - ttAo+OVj 
M T^/]-3- (4-fc Kn^r^7a:n>ru) :/u^ 
(13 0mg) SrfflVvC, H*S«lfcH«<D# 
«fe-e*»t^*S: 7 3 m g % 3 7 %©JR*T?»fc. 
1 H — NMR (CDC1 3 , 4 00MHz) : 60. 9 
0 (t, J = 7. 3Hz, 3H), 1. 27-1. 38 
(m, 2H) , 1. 5 3-1. 6 2 (m, 2H) , 2. 



63 (t, J=7. 7Hz, 2H) , 3. 22 (dd, 
J=5. 6, 13. 9Hz, 1H) , 3. 35 (dd, 
J=5. 9, 13. 9Hz, 1H) , 3. 79 (s, 3 
H) , 4. 0 2 (s, 3H) , 4. 0 3 (s, 3H) , 
5. 07-5. 13 (m, 1 H) , 6. 41 (d, J = 

5. 1Hz, 1H) , 6. 61 (d, J = 7. 6Hz, 
1H) , 7. 09 (d, J=8. 5Hz, 2 H) , 7. 
19-7. 24 (m, 3H) , 7. 41 (s, 1 H) , 
7. 51 (s, 1H) , 7. 65 (d, J = 8. 3H 
z, 2H) , 8. 46 (d, J=5. 4Hz, 1 H) 
Sfi#*Ht (FD-MS, m/z) : 54 2 (M^) 

[0 0 8 8] ^2 4 3- [4- (t e r 

t-yh^'»7x^V]-2- t (2-7xM->^y 

yy^) 7-;y37 p p/Vx- h 

2-7x;^r^J|fS (12 4mg) fcjflvvt, 
W2 2t KI«©*ife-CSaBfl:«** 2 80mg, 

1 H-NMR (CDC 1 3 , 400MHz) : 61. 2 
4 (s, 9H) , 3. 06 (dd, J=6. 6, 13. 
9Hz, 1H) , 3. 13 (dd, J=S. 4, 13. 
9Hz, 1H) , 3. 62 (s, 3 H) , 5. 01 (d 
t, J = 5. 4, 6. 6Hz, 1H) , 6. 66-6. 
69 (m, 2H) , 6. 76 (dd, J=l. 0, 8. 
3Hz, 1H), 6. 91-6. 94 <m, 2H), 

6. 97-7. 01 (m, 2H) , 7. 13-7. 22 
(m, 2H) , 7. 3 2-7. 4 0 <m, 3 H) , 8. 

20 (dd, J = l- 7, 8. 1Hz, 1H) , 8. 2 

4 (d, J=7. 3Hz, 1H) 

tt&Vm (FD-MS, m/z) : 44 7 (M~*~) 

[0 0 8 9] ^2 5 3- (4-fc Kp* 

>>7xn;l/) -2 — [^-^xy^ri/^/^) T 

-&J««2 4T-#fc*?71' 3- [4- (t e r t-^h 

^i/)^oi^/w]- 2- [ (2 -y^y ^iz-O-y-T/U) 
7-;y]yn/Vx-b (2 54mg) £JBWC, ^ 
MlU ra«4*ft"C*IHfl:^*Sr 213mg s 9 5% 

1 H-NMR (CDC 1 3 , 4 0 0MHz) : 8 3. 0 

2 (dd, J = 6. 9, 13. 9Hz, 1 H) , 3. 1 
2 (dd, J = 5. 4, 13. 9Hz, 1 H) , 3. 6 
7 (s, 3H) , 5. 00 (dt, J=5. 4, 6. 6 
Hz, 1H), 6. 44-6. 48 (m, 2 H) , 6. 
76 (dd, J = 0. 7, 8. 3Hz, 1 H) , 6. 8 
5-6. 8 9 (m, 2H) , 6. 9 5-6. 9 8 (m, 
2H) , 7. 13-7. 2 2 <m, 2 H) , 7. 3 1- 

7. 4 0 (m, 3H) , 8. 1 8 (d d, J = 1. 7, 
7. 8Hz, 1H) , 8. 22 (d, J = 7. 1Hz, 
1H) 

Rfi#*HI (FD-MS, m/z) : 39 1 (M+) 
[0090] jltS W 9 *<?>V 3-{4- [(6, 7- 
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(9) 

zw) -2- [ (2-7x/^y^^) /]:/ 

n/V^-h (18 7mg) £/B^T, Hlfefll 1 £ l^tH 
4*ffi-C*H{t;^»«r 9 2 m g , 3 3 %<0iR¥-e#fc o 
1 H-NMR (CDC 1 3 , 400MHz) : 63. 1 
4 (dd, J = 6. 5, 13. 8Hz, 1 H) , 3. 2 
8 (dd, J = 5. 1, 13. 9Hz, 1 H) , 3. 7 
1 (s, 3H) , 4. 02 (s, 3H) , 4. 04 

(s, 3H), 5. 0 8-5. 14 (m, 1H) , 6. 
28 (d, J=5. 4Hz, 1H) , 6. 78 (d d, 
J = l. 0, 8. 3Hz, 1H), 6. 85 (d, J = 
8. 5Hz, 2H) , 6. 99-7. 02 (m, 2 
H) , 7. 11-7. 3 9 (m, 6 H) , 7. 4 2 

(s, 1H) , 7. 49 (s, 1H) , 8. 22 (d 
d, J = l. 7, 7. 8Hz, 1H) f 8. 31 (d, 
J = 7. 1Hz, 1H) , 8. 42 (d, J=5. 1H 
z, 1H) 

KJtiMHfi (FD-MS, m/z) : 5 7 8 (M+) 
[009 1] 2 6 t^tV 3- [4- (t e r 

t-^h^»7x^]-2- [ (1 -^^VVfl/W? 

l—ryfls^X/Vtf^m (0. 13ml) SrJB^T. 
<£f&W 1 0 t Bl*©3rft-C*»k«*«r 29 6mg,£ 

1 H-NMR (CDC 1 3 , 5 0 0MHz) : 6 1. 3 
3 (s, 9H) , 3. 18 (dd, J = 6. 1, 14. 
0Hz, 1H) , 3. 34 (dd, J=6. 1, 14. 
OHz, 1H) , 3. 79 (s, 3H) , 5. 17 (d 
d, J =6. 1, 14. OHz, 1H), 6. 40 

(d, J = 7. 3Hz, 1H) , 6. 93 (d, J = 
7. 9Hz, 2H) , 7. 08 (d, J=8. 6Hz, 
2H), 7. 42 (t, J = 7. 3Hz, 1H), 7. 
51-7. 54 (m, 3H), 7. 85-7. 86 

(m, 1H) , 7. 90 (d, J = 7. 3Hz, 1 
H) , 8. 2 3-8. 2 4 (m, 1 H) 
fffl:##fffi (FD-MS, m/z) : 4 05 (M" 4 ") 

[00 9 2] 2 7 ff/U 3- (4-t Kp* 

i/y^^/V) -2- [ (i—ry^/^/u^^/u) 7 $ 

^fl2 6-C#fe^f;V 3 - [4- (tert-^h 
*cis)y 2 - [ (1 -^^/lO&A'jtf—AO T 

;/]/n/Vx- h (2 5 3mg) Srffl^T. 
1 1 t H«4*"ife-C*Hft-&*Sr 2 1 2 m g % 9 8%<D 

X H-NMR (CDC 1 3 , 5 0 0MHz) : 63. 1 

1 (dd, J=6. 7, 14. OHz, 1H) , 3. 3 

2 (dd, J=5. 5, 14. OHz, 1 H) , 3. 8 



1 (s, 3H) , 5. 1 7-5. 2 1 (m, 1H) , 
6. 43 (d, J = 7. 9Hz, 1 H) , 6. 73- 

6. 75 (m, 2H) , 7. 03 (d, J = 8. 5H 
z, 2H) , 7. 42 (t, J=7. 3Hz, 1 H) , 

7. 47-7. 5 1 (m, 2H), 7. 53 (dd, J 
= 1. 2, 6. 7Hz, 1H) , 7. 84-7. 86 

(m, 1H) , 7. 90 (d, J=7. 9Hz, 1 
H) , 8. 1 1-8. 1 3 (m, 1 H) 
fffi#*rffi (FD-MS, m/z) : 34 9 (M^) 

[0093] gyggjj 1 0 *^>V 3-(4- [(6, 7 
-i/t h » V- 4 - ^ry !) ^) t^ri/] 7 x^;M - 2 - 

[(l — ryT-^t/i'tf-MT ^ y i^p/Vj^ b 
(1 o) 

^JE&#J2 7t^fcyf^ 3- (4-tKn^7xr. 
AO -2- [ (1 -^7^y^^^/U) 7^;]^n 

/vx-h (i7 6m g ) srfflv^ ^J60s 1 1 mmta 

*&^^j®{b^Sr 8 4 m g , 3 0 %OiR33-C#fCo 
X H-NMR (CDC 1 3 , 500MHz) : 63. 2 
4 (dd, J = 6. 7, 14. OHz, 1 H) 3. 47 
(dd, J=5. 5, 14. OHz, 1 H) , 3. 84 
(s. 3H), 4. 03 (s, 3H), 4. 05 (s, 
3H) , 5. 26 (dd, J = 6. 1, 14. OHz, 
1H) 6. 43 (d, J = 5. 5Hz, 1 H) , 6. 5 

0 (d, J =7. 9Hz, 1H), 7. 13 (d, J = 

8. 6Hz, 2H) , 7. 31 (d, J=7. 9Hz, 
1H), 7. 42 (s, 1H), 7. 45 (dd, J = 

6. 7, 7. 9Hz,'lH) , 7. 51-7. 53 
(m, 2H) , 7. 59 (d, J=6. 7Hz, 2 

H) , 7. 8 6-7. 8 8 (m, 1 H) , 7. 9 3 
(d, J = 8. 6Hz, 1H), 8. 23-8. 25 
(m, 1H) , 8. 4 4 (d, J =4. 9Hz, 1 H) 

mmfttifm (FD-MS, m/z) : 5 3 6 (M"*") 
[0 0 94] 1 1 3-{4- [(6, 7 

-i/t Mr->-4-=fr/ }) J\')**i/'\y =z~;\s} - 2 - 
[ ( 2 — r y 5v^# T ^ J 3 g p '< / h 

(1 1) 

2-^7^U>^/l/7K^ (lOOmg) ^^90 
^^<Of^^?)^^T, flgK^GSl 0, 
K 3lfe«yi<0^C^\ 3c®fc^£S5mg, 2 
2%<0lR^*C#fc <> 

1 H-NMR (CDC 1 3 , 4 0 OMH z) : 6 3. 2 
7 (dd, J = 5. 6, 13. 9Hz, 1H) , 3. 4 

2 (dd, J = 5. 9, 13. 9Hz, 1H) , 3. 8 
2 (s, 3H), 4. 01 (s, 3H), 4. 03 

(s, 3H) , 5. 15-5. 2 1 (m, 1 H) , 6. 
41 (d, J = 5. 1Hz, 1H) , 6. 80 (d, J 
= 7. 6Hz, 1H), 7. 08-7. 12 (m, 2 
H), 7. 26 (s, 1H), 7. 42 (s, 1H), 

7. 4 9-7. 5 9 (m, 3 H) , 7. 79 (dd, J 
= 1. 7, 8. 5Hz, 1H), 7. 84-7. 9 2 
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(m, 3H) , 8. 26 (s, 1 H) , 8. 42 (d, 
J = 5. 4 Hz, 1H) 

W&#Vtm (FD-MS, m/z) :5 3 6 (M+) 
[0095] mmWl 2 3-{4- [(6, 7 

[( 3 - *J V tVtfriZzLjv) 7$y]/p/Vx- h 
(1 2) 

3-*/y (2 10mg) £&tflWS<Dit 

\Zft\,^m<k&®}& 60mg, 10 %<0lR$-e#fc o 
1 H-NMR (CDC 1 3 , 5 0 0MHz) : 6 1. 3 
6 (t, J = 7. 3Hz, 3H) , 3. 30 (dd, J 
= 5. 5, 14. OHz, 1H) , 3. 45 (dd, J 
= 5. 5, 1 4. 0 z, 1 H) , 4. 0 5 (s, 3 
H) , 4. 0 8 (s, 3H) , 4. 3 0 (m, 2H) , 

5. 16 (dd, J = 6. 1, 12. 8Hz, 1H) , 

6. 49 (d, J=5. 5Hz, 1 H) , 6. 85 
(d, J = 7. 9Hz, 1H) 7. 13 (d, J = 7. 

9Hz, 2H) , 7. 31 (d, J=7. 9Hz, 2 
H) , 7. 55 (s, 1H) , 7. 64 (t, J = 7. 
9Hz, 2H) , 7. 8 2-7. 8 5 (m, 1 H) , 

7. 91-7. 93 (d, J=7. 9Hz, 1 H) , 

8. 16 (d, J=8. 4Hz, 1H) , 8. 45 
(d, J = 5. 5Hz, 1H) , 8. 58 (d, J = 

1. 8Hz, 1H) , 9. 22 (d, J = l. 8Hz, 
1H) 

mmftVfW. (FD-MS, m/z) : 55 1 (M+) 
[0096]^g^2_8 3- [4- (t e r 

t -yh^y)7x^]-2- [ (2~^pd^ 

O- t e r t -7^jV~^ui/ls ? 

(KokiusanChemicalsIt) (200m 
g) ^Sft^l/y (10ml) l£*g«?U o-^nn 
^/WdJJK(0. 1ml). h y ^tVT ^ ^ 

(0. 2 1ml) ZMpt^X-ltiffflmftLtCo 7k*m 

tz& > y # 7^pvf^77^ - jc-cttj* u 

SHffr&ttS: 2 8 5 m g . JfcfcttftJteapXltfc. 1 H - 
NMR (CDC 1 3 , 5 OOMHz) : 6 1. 32 

(s, 9H) , 3. 1 7 (dd, J = 6. 1, 14. 0 
Hz, 1H) , 3. 27 (dd, J=6. 1, 14. 0 
Hz, 1H) , 3. 75 (s, 3H) , 5. 05 (d 
d, J=6. 1, 13. 4Hz, 1H) , 6. 69 
(d, J=7. 3Hz, 1H) , 6. 91-6. 92 
(m, 2H) , 7. 06 (d, J = 8. 6Hz, 2 
H), 7. 29 (dt, J = l. 8, 7. 9Hz, 1 
H) , 7. 3 3-7. 3 8 (m, 2 H) , 7. 6 1 (d 
d, J = l. 8, 7. 3Hz, 1H) 
gfi#*fffi (FD-MS, m/z) : 3 8 9 (M^) 



[0 0 9 7] mmmi 3 ^^/u 2- [(2-^pp 
^V^/^)T$y]-3-{4- [(6, 
-4-*/ y/W^e/]7x^)yp/N7^ h (1 
3) 

8T*#fc^^ 3- [4- (t e r X-zfY 
yj^n^yoi-h (2 2 7mg) £"&j£0y 1 0 <D{b<& 

^(o«:t>!3icffii>T. hsi^^i i > mmmi<D^m 

\Z l^^otlclft^^ 8 5 m g , 2 4 

1 H-NMR (CDC 1 3 , 500MHz) : S3. 2 
4 (dd, J = 6. 1, 14. OHz, 1H), 3. 4 

1 (dd, J = 6. 1, 14. OHz, 1H) , 3. 8 

2 (s, 3H) , 4. 04 (s, 3H) , 4. 06 
(s, 3H) , 5. 13 (dd, J=6. 1, 14. 0 

Hz, 1H) , 6. 4 5 (d, J=4. 9Hz, 1 
H) , 6. 84 (d, J = 7. 3Hz, 1 H) 7. 12 
(d, J=8. 5Hz, 2H) , 7. 28-7. 42 
(m, 6H) , 7 . 5 0 ( b s , 1 H) , 7 . 5 4 
(s, 1H) , 7. 66 (dd, J = l. 8, 7. 3H 
z, 1H) , 8. 47 (d, J = 8. 5Hz, 1 H) 
WMiftVrm (FD-MS, m/z) : 5 20 (M" 4 ") 

[00 98] mmmi 4 2- [q-^pp 

^<V> r ^/W)r$y]-3-{4- 1(6, 7-^h^r-> 
-4-^/y/U)^->]7x^/W7 > P/Vx-h (1 

4) ' ~ ~ ~ ~ ^ ~~ ~ ~ 
m-^pn^&ig^ (9 1mg) £r p - y^vl^&#& 
©ffcbBWliVvC. flgic£7£«2 2. £^#J1 1. 

« 1 (Djjmc Lfc*ot«|(fc*** 7 6 m g . 3 1 % 

1 H-NMR (CDC 1 3 , 5 0 0MHz) : 6 3. 2 

2 (dd, J=5. 5, 14. OHz, 1H) , 3. 3 
6 (dd, J = 5. 8, 13. 7 Hz, 1H) , 3. 8 
0(s, 3H), 4. 01 (s, 3H), 4. 03 

(s, 3H) , 5. 08 (dt, J=5. 5, 7. 4H 
z, 1H) , 6. 42 (d, J=5. 5Hz, 1 H) , 

6. 60 <d, J = 7. 3Hz, 1 H) , 7. 10 
(d, J = 8. 5Hz, 2H) , 7. 21 (d, J = 

8. 5Hz, 2H) , 7. 36 (t, J = 7. 9Hz, 
1H) , 7. 41 (s, 1H) , 7. 48 (d, J = 

7. 9Hz, 1H), 7. 51 (s, 1 H) , 7. 59 
(d, J = 7. 9Hz, 1H) , 7. 72 (s, 1 

H) , 8. 4 6 (d, J =4. 9Hz, 1 H) 
Sm#Vrm (FD-MS, m/z) : 52 0 (M+) 

[00 99]|Sm5 2- [(4-^pp 

-O-Z^/^T^ 7 3-3-{4- [<6, 7-^h^r-> 
-4-^ry V M**ciS]7 =.-M?us<; zil~- h (1 

5) " 
p-^Po^IfS (9 1mg) &p-:/5vu£&#g£ 
<&ftt>9fcJB^X\ NK£«tf0]2 2, MEMi l> fife 
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W i (Djfmz Lfz&oX&mit&yai e s m g , 2 7% 

1 H-NMR (CDC1 3 , SOOMHz) : 63. 2 

3 (dd, J = 5. 5, 13. 4Hz, 1 H) , 3. 3 

8 (dd, J = 5. 5, 13. 4Hz, 1 H) , 3. 8 

2 (s, 3H) , 4. 03 (s, 3H) , 4. 07 
(s, 3H) , 5. 10 (dd, J=5. 5, 12. 8 

Hz, 1H) , 6. 46 (d, J = 5. 5Hz, 1 
H) , 6. 63 (d, J=8. 5Hz, 1 H) , 7. 1 
2 (d, J=8. 5Hz, 2H) , 7. 24 (d, J = 
8. 6Hz, 2H), 7. 41-7. 43 (m, 2 
H) , 7. 54 (s, 2H) , 7. 70 (d, J=6. 
7Hz, 2H) , 8. 48 (d, J = 5. 5Hz, 1 
H) 

WMfttitm (FD-MS, m/z) : 5 20 (M"*~) 
[0100] mi&W 1 6 *T/U 3-{4- [(6, 7 
-i^ h3r->-4 -^r/ y^)^->]7zn^W-2- 

[(2 -7/1^0^:0^ apt $y]^p/Vx- h 

(1 6) 

o — 7y^n3cASI6 (0. 1ml) Sro— ^pp^> 

j*« 1 1 . mmm i <o^mc Lfc^ot$ifc§«iS: 9 

4m g> 3 0 %OH5^T-#fc 0 

1 H-NMR (CDC 1 3 , SOOMHz) : 63. 2 

4 (dd, J=6. 1, 14. 0Hz, 1 H) , 3. 3 
6 (dd, J=6. 1, 14. 0Hz, 1H) , 3. 8 

0 (s, 3H), 4. 04 (s, 3H) , 4. 06 
(s, 3H) , 5. 12-5. 16 (m, 1 H) , 6. 

45 (d, J=5. 5Hz, 1H), 7. 11-7. 1 

9 (m, 3H) , 7. 2 1-7. 4 0 (m, 4 H) 7. 
50-7. 52 (m, 2H), 7. 54 (s, 1H), 
8. 02 (dt, J=l. 8, 7. 9Hz, 1 H) , 
8. 4 7 (d, J =5. 5Hz, 1H) 
WMfttirU (FD-MS, m/z) : 5 04 <M+) 

[oi oi] mmn 7 3-u- [(6, 7 

(1 7) 

m-7/Wtn$IM (0. 1ml) ^o-^dd^ 

1 K 2I1S« 1 Lfc^oTil^^ 7 1 

mg, 2 4%<D&mX-'&tCe 

1 H-NMR (CDC 1 3 , 500MHz) : 63. 2 

2 (dd, J=5. 5, 13. 4Hz, 1H), 3. 5 
6 (dd, J=5. 5, 13. 4Hz, 1 H) , 3. 8 
0(s, 3H),4. 01 (s, 3H),4. 03 

(s, 3H) , 5. 08 (dd, J = 5. 5, 13. 4 
Hz, 1H) , 6. 42 (d, J = 5. 5Hz, 1 
H) , 6. 60 (d, J = 7. 3Hz, 1 H) , 7. 1 
0 (d, J=8. 4Hz, 2H) , 7. 19-7. 26 



4m, 3H) , 7. 3 7-7. 5 1 (m, 5 H) , 8. 
46 (d, J = 5. 5Hz, 1H) 

(FD-MS, m/z) : 5 0 4 (M^) 
[0 10 2] llgjjgy 8 3-{4- [(6, 7 

[(4-7;vtP^V/>f^)7 ^y]yp/Vx- h 
(1 8) 

p-7/Uto$l>fS (0. 1ml) fco-^PP^:/ 
^^ny F©ftfe9fc:«v*T. )Blc£^092 8, & 
3llg03l^*^Lfc^oT*®{^fe^5 
8m g, 1 9%OJR^Tiffc 0 

1 H-NMR (CDC 1 3 , 5 0 0MHz) : 6 3. 2 
4 (dd, J = 5. 5, 13. 4Hz, 1 H) , 3. 3 
7 (dd, J = 5. 5, 13. 4Hz, 1H) , 3. 8 
1 (s, 3H), 4. 03 (s, 3H), 4. 05 

(s, 3H) , 5. 10 (dd, J=5. 5, 12. 8 
Hz, 1H) , 6. 44 (d, J=5. 5Hz, 1 
H) , 6. 59 (d, J = 7. 3Hz, 1 H) , 7. 1 
0-7. 16 (m, 4H) , 7. 22 (d, J = 8. 5 
Hz, 2H), 7. 44 (s, 1H), 7. 52 (s, 
1H), 7. 75-7. 79 (m, 2H), 8. 48 

(d, J = 4. 9 Hz, 1H) 

(FD-MS, m/z) : 5 04 (M^) 

[0103] 1 9 ^f-JV 3 -{4 - [(6, 7 

(1 9) 

m-> h*i&&m& (8 8-mg) t:p-7*A<&&9 
!S«l©*ife^Lfc*5 0 -c*JHfc^**r6 9m g, 3 0 

1 H-NMR (CDC 1 3 , 4 0 0MHz) : 6 3. 2 

2 (dd, J=5. 6, 13. 9Hz, 1H) , 3. 3 
6 (dd, J = 5. 6, 13. 9Hz, 1 H) , 3. 7 
9 (s, 3H), 3. 83 (s, 3H), 4. 02 

(s, 3H), 4. 03 (s, 3H), 5. 07-5. 
13 (m, 1H) , 6. 41 (d, J=5. 4Hz, 1 
H) , 6. 63 (d, J = 7. 3Hz, 1 H) , 7. 0 
2-7. 06 (m, 1H) , 7. 10 (d, J=8. 5 
Hz, 2H) , 7. 22 (d, J=8. 5Hz, 2 
H) , 7. 2 9-7. 3 5 (m, 2H) , 7. 4 2 

(s, 1H) , 7. 51 (s, 1H) , 8. 45 (d, 
J =5. 4Hz, 1H) 

W&ftVrfc (FD-MS, m/z) : 516 (M^) 
[0 10 4] mmW2 0 3-{4- [(6, 7 

(20) 

p-^ h^rv^MK (8 8mg) Srp-^/l^&S 
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1 H-NMR (CDC 1 3 , 5 0 OMH z) : 6 3. 2 
3 (dd, J=5. 5, 14. 1Hz, 1H) , 3. 3 
6 (dd, J=5. 5, 14. OHz, 1 H) , 3. 8 

0 (s, 3H), 3. 85 (s, 3H), 4. 03 
(s, 3H) , 4. 0 5 (s, 3H) , 5. 1 2 (d 
t, J = 5. 5, 7. 9Hz, 1H) , 6. 43 (d, 
J=5. 5Hz, 1H) , 6. 55 (d, J = 7. 3H 
z, 1H), 6. 93 (d, J = 8. 6Hz, 2H), 
7. 11 (d, J=8. 5Hz, 2H) , 7. 23 

(d, J = 8. 6Hz, 2H) , 7. 4 3 (s, 1 
H) , 7. 53 (s, 1H) , 7. 73 (d, J = 8. 
6Hz, 2H) , 8. 48 (d, J=4. 9Hz, 1 
H) 

®fi##T<£ (FD-MS, m/z) : 516 (M^) 
[0 10 5] $mW2 1 3-{4- [(6, 7 

h3f->-4-=fr7 !l^)t^]7x^)-2- 

p/^yji^h (2 1) 

p-MJ7/^o^^$Sf8 (8 8mg) £p-:/ 

m 1 1 . nffiffi 1 ©#ifcfc: Lfc^orsanb^ui* 5 7 

1 H-NMR (CDC 1 3 , 5 0 0MHz) : 63. 2 
6 (dd, J=6. 1, 14. OHz, 1 H) , 3. 4 

0 (dd, J = 6. 1, 14. OHz, 1H), 3. 8 
3 (s, 3H), 4. 05 (s, 3H), 4. 08 

(s, 3H) , 5. 12 (dd, J=6. 1, 14. 0 
Hz, 1H), 6. 49 (d, J = 5. 5Hz, 1 
H), 6. 72 (d, J = 7. 3Hz, 1H), 7. 1 
3 (d, J=7. 9Hz, 2H) , 7. 25 (d, J = 
6. 7Hz, 1H), 7. 54 (s, 1H), 7. 59 

(bs, 1H) , 7. 72 (d, J = 7. 9Hz, 2 
H), 7. 87 (d, J =7. 9Hz, 2H), 8. 4 

8 (d, J =5. 5Hz, 1 H) 

W§##Ht (FD-MS, m/z) : 5 54 (M* 1 ") 
[0 10 6] g|jj£g92 2 ^?VW 3 ~{4- t(6, 7 

[(2-^bp-<y^^)7-;y]^p^v^h (2 

2) 

o-^fn^y^/^D|) K (0. lml) *ro-^ 

2 8 , 1 1 . mm 1 (o^mz. vftt^xmrnit 

^«60mg, 19 %<DlK*"efS'fc. 

1 H-NMR (CDC 1 3 , 400 MHz) : 63. 2 

9 (dd, J = 5. 6, 13. 9Hz, 1 H) , 3. 4 
1 (dd, J=5. 5, 14. OHz, 1 H) , 3. 8 

3 (s, 3H), 4. 04 (s, 3H), 4. 05 
(s, 3H) , 5. 15-5. 2 1 (m, 1 H) , 6. 



4 5-6. 4 9 (m, 2H) , 7. 14 (d, J = 8. 
8Hz, 2H) , 7. 31 (d, J=8. 5Hz, 2 
H), 7. 44 (s, 1H), 7. 48-7. 70 

(m, 4H) , 8. 08 (d d, J = l. 2, 8. 1H 
z, 1H) , 8. 48 (d, J = 5. 4Hz, 1 H) 
mmftVtfe (FD-MS, m/z) :53 1 (M" 4 ") 

[0 10 7] mi&W2 3 3-{4- [(6, 7 

h^rv—4-^y y^)^->]^3:^W-2- 

[(3-^ hp^>-/>r/w)r ^ ;]^p/Vx^ h 

(23) 

m-— hP^/WnU K (1 5 5mg) £o — ^ 

2 8. ^Wl 1, SlffiWl^fclcLfc^oT^fb 
£r%)Z9 2mg, 2 7%(04Z*-e#fc 0 

1 H-NMR (CDC 1 3 , 5 0 0MHz) : 6 3. 2 

6 (dd, J = 5. 5, 14. OHz, 1 H) , 3. 3 
8 (dd, J=5. 5, 14. OHz, 1 H) , 3. 8 

2 (s, 3H), 4. 01 (s, 3H), 4. 03 
(s, 3H) , 5. 11 (dt, J = 5. 5, 7. 9H 

z, 1H) , 6. 44 (d, J = 5. SHz, 1 H) , 
6. 74 (d, J = 7. 3Hz, 1H) , 7. 12 

(d, J = 8. 6Hz, 2H) , 7. 22 (d, J = 
8. 6Hz, 2H) , 7. 43 (s, 1 H) , 7. 51 

(s, 1H) , 7. 64 (t, J=7. 9Hz, 1 
H) , 8. 09 (d, J = 7. 9Hz, 1 H) , 8. 3 
3-8. 38 (m, 1H) , 8. 46 (d, J = 5. 5 
Hz, 1H) , 8. 54 (t, J=l. 8Hz, 1 H) 
»*#*f« (FD-MS, m/z) : 53 1 (M^) 

[0 10 8] MUM 2 4 3-{4- [(6, 7 

h^rv- 4 - ^r / y /!/) t^r->] 7x^V) - 2 - 

[(4-nhp^y^)7U]yp/Vx- Y 

(24) 

p--hp/<y>/>{/^oy K (155mg) £o-^ 
pp^//f;^py K<Z>ftb9tCfflVvr> tfifc^fj 

2 8 N 1 1 , mmm 1 o*&tc Lfc^ox^sft 

^85mg, 2 5 %<Z)JlX^-C#fCo 

1 H-NMR (CDC 1 3 , 50 0MHz) : 63. 2 

7 (dd, J = 5. 5, 13. 4Hz, 1 H) , 3. 4 
0 (dd, J = 5. 5, 13. 4Hz, 1H) , 3. 8 
4 (s, 3H), 4. 04 (s, 3H), 4. 07 

(s, 3H) , 5. 12 {dd, J=5. 5, 13. 4 
Hz, 1H) , 6. 48 (d, J=5. SHz, 1 
H) , 6. 77 (d, J = 7. 3Hz, 1 H) * 7. 1 

3 (d, J=8. 6Hz, 2H) , 7. 25 (d, J = 
8. 6Hz, 1H) , 7. 53 (s, 2H) , 7. 91 
(dd, J = l. 8, 6. 7Hz, 2H) , 8. 29 
(d, J = 8. 6Hz, 2H) , 8. 48 (d, J = 
5. 5Hz, 1H) 

mm&Vrm (FD-MS, m/z) : 53 1 (M" 4 ") 
[0 10 9] mi&W2 5 2- 
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^V-/^^)T^y]-3-{4- [(6, 7 -is* h*-> 

-4-*; (2 

5) 

3Wfi«2 3'T»fc^^ 3-{4- [(6, 7-V*h 
^>-4-dr/ !>A0**5'j7*~/l')-2- [(3-~ 

h n-<y^/i/)r ^ / ]/n/Vx- f (6 8mg) £ 
ftSacTvl/- THF-^^; (4m K 

2:1:1) fc*»U 2kiMfc^9^A (7mg) £ 

& 1 7 m g . 2 6 

1 H-NMR (CDC 1 3 , 4 0 0MHz) : 6 3. 1 
1 (dd, J=5. 6, 13. 7Hz, 1 H) , 3. 3 
0 (dd, J=5. 6, 13. 7Hz, 1 H) , 3. 7 
4 (s, 3H), 3. 94 (s, 3H), 3. 95 
(s, 3H) , 5. 05 (dd, J = 5. 6, 13. 7 
Hz, 1H) , 6. 32 (d, J = 5. 6Hz, 1 
H) , 6. 63 (d, J=7. 5z, 1 H) , 7. 00 
(d, J = 8. 5Hz, 2H) , 7. 03-7. 06 
(m, 2H) , 7. 14-7. 16 (m, 2 H) , 7. 
21-7. 26 (m, 2H) , 7. 36 (bs, 2 
H) , 7. 44 (s, 1H) , 8. 38 (d, J=5. 
4 Hz, 1H) 

KA^VrK (FD-MS, m/z) : 50 1 (M~*~) 
[0 110] jHS«2 6 tf-JV 2- [(2-r^y 

^<>y>r/^)T^y]-3-{4- [(6, 7-i^h3r-> 

-4-3V y/^)^^]7^^/M^o^y^— f (2 
6) 

|6t«2 2-e#fc^^ 3 -{4- [(6, 

4-^r/ y^)t^>]7*^)-2- [ (2- 
s hn-O^AOTS /]:/n/>V^— h (3 6mg) 
£THF (2ml) fc*#U *m\y<yWJ* (3m 

g) *m^mwmLTttv\**ma»\*iz. 

mmfc&Bai 2 4 m g , 6 9 %<Dltes£T*#fc 0 
X H-NMR (CDC 1 3 , 400MHz) : 63. 2 
0 (dd, J=6. 0, 13. 8Hz, 1H) , 3. 3 
4 (dd, J=5. 6, 13. 9Hz, 1 H) , 3. 7 
9 (s, 3H), 4. 02 (s, 3H), 4. 03 

(s, 3H) , 5. 0 3-5. 0 9 (m, 1 H) , 5. 
49 (s, 2H) , 6. 42 (d, J = 5. 1Hz, 1 
H) , 6. 54 (d, J=7. 3Hz, 1 H) , 6. 6 
0-6. 6 8 (m, 2H) , 7. 0 8-7. 12 (m, 
2H) , 7. 18-7. 2 9 (m, 3 H) , 7. 4 3 

(s, 1H) , 7. 5 2 (s, 1H) , 8. 4 5 (d, 
J = 5. 4Hz, 1H) 

WMMftt (FD-MS, m/z) :50 1 <M+) 
[0 1 1 1 J gjjggjTg 9 3 - 3 - K-gj3^22Bf^: 



(i. og) fca:#y--/HcSWI 

U «Sft-&to«r 1 . 0 6 g N 9 6 %<^iR^r*#fc 0 
1 H-NMR (CDC 1 3 , ^OOMHz) : 5 1. 2 
6 (t, J = 7. 3Hz, 3H) , 2. 76 (d d, J 
= 7. 3, 14. 0Hz, 1H) , 2. 97 (dd, J 
= 5. 5, 14. 0Hz, 1H) , 3. 65 (dd, J 
= 5. 5, 7. 3Hz, 1H) , 4. 17 (dd, J = 

7. 3, 14. OHz, 2H) , 6. 87 (d, J = 

8. 5Hz, 1H) , 7. 06 (dd, J = l. 8, 
8. 5Hz, 1H) , 7. 51 (d, J = l. 8Hz, 
1H) 

10 112] m&W2 7 gjfyw 2-( [3-<->^n 
<<>7A'**is) -4 h ^^y^/V]7$ / } - 

3 - {4- [(6, 7-^h^-4-^;!)^)t» 
->]-3-a— K7xn^)yp/Vx- h (2 7) 
£*/£0iJ 2 9 tifc 3-3— K-^nv/^^in^x/l- 

(2 8 4mg) Sr^«5 0fc^cr)«:fc*)tcffii>r, 

3 8mg, 5 0%<Dlfc^T*#/Co 

1 H-NMR (CDC 1 a , 500MHz) :61. 3 

4 (t, J=7. 3Hz, 3H), 1. 55-1. 6 5 
(m, 3H) , 1. 7 8-2. 0 0 (m, 5 H) , 3. 

22 (dd, J=5. 2, 13. 7Hz, 1 H) , 3. 
32 (dd, J=6. 1, 14. OHz, 1 H) , 3. 
88 (s, 3H), 4. 06 (s, 3H), 4. 06 
(s, 3H) , 4. 2 4-4. 3 1 (m, 2 H) , 4. 
8 2- 4. 87 (m, 1H), 5. 05 (dt, J = 

6. 1, 6. 7Hz, 1H), 6. 31 (d, J = 5. 
5Hz, 1H) , 6. 61 (d, J=7. 3Hz, 1 
H) , 6. 85 (d, J = 6. 7Hz, 1 H) , 7. 0 
8 (d, J=7. 9Hz, 1H) , 7. 22-7. 29 

(m, 2H) , 7. 39 (d, J = 2. 4Hz, 1 
H) , 7. 45 (s, 1H) , 7. 58 (s, 1H) , 

7. 76 (d, J = l. 8Hz, 1H) , 8. 48 
(d, J=4. 9Hz, 1H) 

SCfi##f® (FD-MS, m/z) : 74 0 (M^) 
CO 1 1 3] mi&W2 8 3-13-^po- 

4- [(6, 7-^h^-4-^yy;V)^v-]7 
^~M~2-{ [3-(->^P^^/^^r-»-4-y 

h*i>"<>y>( Mr a ;)7us<; h (2 8) 

3-^on-fn S^jfiBafife 3 - 3 — K-^n i/XD 

mi^f&w 2 9 % -&j*«6* mem 

<Djfmzft\,\ Smfc-g** 1 3 1 m g % 3 9 %<D&m 
1 H-NMR (CDC 1 3 , 400MHz) : 61. 3 
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4 (t, J = 7. 3Hz, 3H) , 1. 61-2. 05 
(m, 8H) , 3. 23 (d d, J=5. 6, 13. 9 
Hz, 1H) , 3. 3 5 (dd, J =5. 6, 13. 9 
Hz, 1H) , 3. 89 (s, 3H), 4. 06 (s, 
6H) , 4. 28 (dd, J=7. 3, 13. 9Hz, 
2H), 4. 84-4. 85 (m, 1H), 5. 06 
(dd, J = 5. 6, 13. 3Hz, 1 H) , 6. 29 
(d, J=5. 1Hz, 1H) , 6. 64 (d, J = 
7. 3Hz, 1H) , 6. 86 (d, J=8. 3Hz, 
1H), 7. 17 (bs, 2H), 7. 28 (d, J = 
1. 9Hz, 1H) , 7. 37 (bs, 1 H) , 7. 3 
9 (d, J = l. 9Hz, 1H) , 7. 45 (s, 1 
H) , 7. 58 (s, 1H) , 8. 48 (d, J = 5. 
1Hz, 1H) 

[0 114] mmm2 9 gcgyu 2-{ [3 -(->;? p 

3-{4- [(6, 7-^F^-4-^yy^)^ 

->]-3-> h^>7x^)/p/<yx-h (2 9) 
3-y h^r->-^ni/>Sr3-3— K-^PWOftfr 

Ltcfr\<\ mMfc&goZ 7 6 m g , 2 8 %OlDi^T' 

1 H-NMR (CDC 1 3 , 5 0 0MHz) : 6 1. 3 
1 (t f J = 7. 0Hz, 3H) , 1. 54-1. 97 
(m, 8H) , 3. 23 (dd, J = 5 . 5, 14. 0 
Hz, 1H) , 3. 35 (dd, J=6. 1, 14. 0 
Hz, 1H) , 3. 64 (s, 3H) , 3. 86 (s, 
3H), 4. 03 (s, 6H), 4. 21-4. 28 
(m, 2H) , 4. 7 8-4. 83 (m, 1 H) , 5. 

0 3.-5. 0 8 (m, 1H) , 6. 26 (d, J=5. 
5Hz, 1H) , 6. 57 (d, J = 7. 3Hz, 1 
H) , 6. 79 (dd, J = l. 8, 8. 5Hz, 1 
H), 6. 82 (s, 1H), 6. 83-6. 86 

(m, 1H) , 7. 06 (d, J=7. 9Hz, 1 
H) , 7. 22 (d, J=2. 4Hz, 1 H) , 7. 3 
8 (d, J = l. 8Hz, 1H) , 7. 42 (s, 1 
H) , 7. 58 (s, 1H) , 8. 41 (d, J=5. 
5Hz, 1H) 

WMftVfm (FD-MS, ro/z) : 6 4 4 (M" 4 ") 
[0 115] mifcW3 0 acTvU 2-{ [3-(^p 

^y^jv***y)- a- * v^y^yv^ Mr ^ y }- 

3-{4- [(6, 7^^^>-4-^;!)/V)^ 
->] - 3 - 7 x ^) / o / V h (3 Q) 

3 -^A^u-^P ->>-£3 - 3— K-^P-^VCOftb 
OKffl^T, M^£f&m 2 9 , &&m. %MM1<D1j 

mz Lfc^v\ mmik&vo* 1 o 6 m g . 33 

1 H-NMR (CDC 1 3 , 5 0 0MHz) : 6 1. 3 
1 (t, J=7. 3Hz, 3H), 1. 52-1. 98 

(m, 8H) , 3. 22 (d d, J=5. 5, 14. 0 



Hz, 1H) , 3. 34 (dd, J = 5. 8, 13. 7 
Hz, 1H) , 3. 86 (s, 3H) , 4. 03 (s, 
3H) ,4.03 (s, 3H) , 4. 25 (q, J = 

7. 1Hz, 2H) , 4. 7 9-4. 83 (m, 1 
H) , 5. 05 (dt, J=6. 1, 6. 7Hz, 1 
H) , 6. 36 (d, J = 5. 5Hz, 1 H) , 6. 6 
0 (d, J = 7. 3Hz, 1H) , 6. 85 (d, J = 

8. 6Hz, 1H) , 7. 02 (d, J = 7. 9Hz, 
1H) , 7. 08 (dd, J = l. 8, 11. OHz, 
1H) , 7. 16 (t, J=8. 2Hz, 1H) , 7. 
25 (d, J = 2. 4Hz, 1H) , 7. 37 (d, J 
= 1. 8Hz, 1H) , 7. 42 (s, 1 H) , 7. 5 
4 (s, 1H) , 8. 46 (d, J = 5. 5Hz, 1 
H) 

Kfi##HI (FD-MS, m/z) : 6 32 (M* 4 ") 

[0 116] mMW3 1 2-{ [3-(>^p 

^V^^-»-4-y F^y/^;u]7^)- 
3-{3- [(6, 7-^ h^-4-*/ VM** 
*/\7 h (3 1) 

m - *f- p */> £ 3 - 3 — K - ?■ p > y<D ft t> V {Z ffl V > 
T\ ^^2 9, ^J&#j6, 1 (O^mz L,fc 

Wr \ gtmitG®)* 1 2 9 m g , 3 8 %Olfc3ST*#fCo 
1 H-NMR (CDC 1 3 , 50 0MHz) : 61. 2 

3 (t, J = 7. 3Hz, 3H) , 1. 52-1. 96 
(m, 8H) , 3. 20 (d d, J=5. 5, 14. 0 

Hz, 1H) , 3. 33 (dd, J = 5. 8, 13. 7 
Hz, 1H), 3. 84 (s, 3H), 4. 01 (s, 
3H), 4. 03 (s, 3H), 4. 08-4. 23 
(m, 2 H) , 4 . 7 6-4. 81 (m, 1 H) , 5 . 

04 (dt, J=6. 1, 7. 3Hz, 1H) , 6. 4 
0 (d, J=5. 5Hz, 1H) , 6. 55 (d, J = 
7. 3Hz, 1H), 6. 74 (d, J=7. 9Hz, 
1H), 6. 97-6. 99 (m, 1H), 7. 06 

(dd, J=2. 1, 8. 3Hz, 2 H) , 7. 15 
(dd, J=2. 1, 8. 2Hz, 1 H) , 7. 33- 
7. 3 7 (m, 2H) , 7. 4 5 (s, 1 H) , 7. S 
0 (s, 1H) , 8. 42 (d, J = 5. 5Hz, 1 
H) 

©fi#*ftf (FD-MS, m/z) : 6 14 (M^) 
[0 117] 0 l-^pp-6, h 

3, (Aldrichlt) 
(3. 0 4g) ^mtt^^y (6 0ml) \Z&MU 
r^yrt h/;vft Kv^?7VXir*-/i' (Al d r 
ichtt) (2. 18ml) iWSC'HCl (3. 8 

5 g ) -gmx-i o^ffi^Lfco Ki&mzmi 

#££i£ff©:fcU i/^y/^7A^P7F^77^ 
#WcNl- (2, 2-^> h*voi 
-3, 4-^ h^r^XT^ K (3. 34 
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g) -icmm (7. Oral) fciD*. 7 0t-C12W^ 
(1. 0 9g) Ct^i/SftDV (5. Oml) «riJ0;i* 

akimbo** h y 

^909mg, 2 5%<OJfc^T-#/c<, 

[0 118] jlttW3 2 g^gyp 2-{ [3-(v^p 
^V^/M-=fr->)-4-y h^^^Oy^y^T ^ 

3-{4- [(6, 7-^F^>-i-^y^y^) 

^^^J^iyp/V^ h (3 2) 

7-^y h*^— fy*/ V > (£>$ 

0U3O) (i3im g ) srjat^c, mmwi kmm<D% 

jfe-C. *J®ffr&&£ 8 1 m g . 2 2 %<DJR^^c 0 
1 H-NMR (CDC 1 3 , 5 0 0MHz) : 6 1. 3 

3 (t, J = 7. 3Hz, 3H) , 1. 55-2. 02 
(m, 8H) , 3. 2 6-3. 3 3 (m, 2H) , 3. 

88 (s, 3H) , 4. 04 (s, 3H), 4. 05. 
(s, 3H) , 4. 25 (q, J = 7. 1Hz, 2 
H) , 4. 81~4. 87 (m, 1 H) , 5. 09 (d 
t, J=5. 5, 7. 9Hz, 1H) , 6. 63 (d, 
J = 7. 3Hz, 1H) , 6. 85 (d, J = 8. 6H 
z, 1H) , 7. 08 (s, 1H) , 7. 14-7. 2 

4 (m, 5H) , 7. 28 (dd, J = 2. 2, 8. 3 
Hz, 1H) , 7. 39 (d, J = l. 8Hz, 1 

H) , 7. 64 (s, 1H) , 7. 83 (d, J=5. 
5Hz, 1H) 

RS^flfffi (FD-MS, m/z) : 6 1 4 (M"*") 
[0119]^i3J_ 6, 7-v>y h*->-l, 4 

2' , 5* -^b^>7th7x;y 

(Aldric hft) (1. 0 9 g) (6 5m 

I) ICSIHU *»Tffi«MW-h!>*A (4 24mg) 
*#«(10ml) «rlD*.l 0»HUH*U 7 OtTCS 

^^*U y* 

9 8 8 m g % 8 5 %WK^f#f: 0 
[0120] 3 2 4-^pp-6, 7— h 

£jfttt 3 1 -C^fc 6 , 7-^R'>-l, 4-i^tK 

d^>-4-»; (1. 2 0g) %**i/mt 

V> (5ml) KJgtfU 3 0 4MWiB»3B«Lfc. KJE 



sw- h y A-cg^u^Co ^Sr«ffi@*L/c^. ->y 

* ^/V* 7 A * p h ^7 7 -tCT*§K LScSffc^ 
?r6 80mg x 5 2%OlR^X?#fc 0 
[0 12 1] Hfeffi3 3 m^/i. 2-{ t3-(v^P 

3- {4- [(6, 7-^h^>-4->y;y^) 

jjr ->] 7 a ~M -f P J h (33) 

4- ^nn-6, 7-^h^>y/yy (^W3 
2) (1 0 5mg) Srffl^T. %WS\ 1 iH«<&:frte 
T\ 1 3 2 m g . 4 5 %<OiR*-C»fc 0 

1 H-NMR (CDC 1 3 , 500MHz) : 6 1. 3 
3 (t, J =7. 3Hz, 3H), 1. 56-2. 01 

(m, 8H) , 3, 27 (dd, J = 5. 5, 14. 0 
Hz, 1H) , 3. 37 (dd, J = 6. 1, 14. 0 
Hz, 1H) , 3. 89 (s, 3H) , 4. 07 (s, 
3H), 4. 12 (s, 3H), 4. 20-4. 31 

(m, 2H) , 4. 8 2-4. 8 8 <m, 1 H) , 5. 
07 (dt, J =6. 1, 6. 7Hz, 1H), 6. 6 
1 (d, J = 7. 3Hz, 1H) , 6. 87 (d, J = 

7. 9Hz, 1H) , 7. 12 (d, J=8. 5Hz, 
2H), 7. 22-7. 30 (m, 3H), 7. 41 

(d, J = l. 8Hz, 2H) , 7. 73 (s, 1 
H) , 8. 5 5 (s, 1H) 

SCfi^tfHI (FD-MS, m/z) : 6 1 5 (M~*") 
[0122]||i34 y^/U 2-{ [3-(V^p 

3- [4-(4-3V !);^i/)7x^]7 B P/Vx 
r± (34) 

4- ^nn^!)y (Aldrichtt) (73mg) 

zm^x. mrnwitm&<Djj&x\ gmit^vo* 7 5 

mg, 31 %<D4X#iX?#fCo 

1 H-NMR (CDC 1 3 , 4 0 0MH z) : 6 1 . 5 
6-2. 02 (m, 8H) , 3. 23 (dd, J = 5. 
4, 13. 9Hz, 1H) , 3. 34 (dd, J = 5. 
9, 13. 9Hz, 1H), 3. 79 (s, 3H), 
3. 86 (s, 3H), 4. 79-4. 82 (m, 1 
H) , 5. 08 (dd, J=5. 6, 13. 2Hz, 1 
H) , 6. 51 (d, J=5. 1Hz, 1H) , 6. 5 
5 (d, J = 7. 3Hz, 1H) , 6. 83 (d, J = 

8. 5Hz, 1H) , 7. 08-7. 1 1 (m, 2 
H) , 7. 2 0-7. 2 4 (m, 2H) , 7. 3 6 

(d, J = 2. 1Hz, 1H) , 7. 57 (dq, J = 
1. 2, 7. 1Hz, 1H) , 7. 75 (dq, J = 
1. 5, 6. 9Hz, 1H) , 8. 09 (d, J = 8. 
3Hz, 1H) , 8. 32 (dd, J=l. 2, 7. 6 
Hz, 1H) , 8. 65 (d, J=5. 1Hz, 1 H) 
fCg##f€ (FD-MS, m/z) :540 (M + ) 

[0 12 3] $tfffl33 N — ^y^/u-O-^jy 
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O-^y^-fnyy/f/bx^f/Vffifi (5 0 6 
mg) £rDMF ( 1 0 m 1 ) h U ^ 

V (0. 5 3ml) .Ift^/^/MO. 2 2ml) 

5 3 8 m g . 8 7 %©te*"e#fco 
[0 12 4] £f&W3 4 N — g>s/>f/^-0 — j>g 

^3 3 •CtfcN-^y^^-O-'O^V-f n 
S/V'* f-A^XTA' (536mg) ^ / — /HdJSfc 
L (2 0ml) , 2«^*SKk*P*^*»**r (0. 

7 6ml) *DX.^M"C1 3i*inm#Lfc 0 TK^Jn^r^ 

(10ml) fcS«*U (2 1 lmg) % 

3?ft^ (0. 2 3ml) Srfll*-. 51$ 

tCTttJJU 3 6 9 m g % 6 8 %Oft*-C 

#fc. 

[0 12 5] -g»ric«3 5 N-^^^-f-P^y/ 

-&/80J3 4^#fcN-^>'^^-0-'<^-fP 
W:/?Vl':*;*7Vl' (3 6 9mg) 
y-^©»*«Btfc*WL (6m K 5 : 1) , TkBMfc 
(4 5mg) , D^t> (2. 0m 

flMfrfrttS: 2 4 7 m g s 8 1 %G>ift*-C#fc. 
[0 12 6] 3Btt«3 5 2-(^VW/VT 
5/) -3-{4- [(6, 7-v^ h^rix- 4 -^r/ g 
7 a^Vj ^p/Vx- b (3 5) 

f;K2l2mg) Srffl^r. SHfi«ltH«^i6^ 
Wm&to* 1 7 5 m g . 5 3 %<DiR^-C^fCo 
1 H-NMR (CDC 1 3 , 4 0 0MHz) : 60. 9 
5-1. 0 0 (m. 3H) , 1. 3 8-1. 45 (m, 
2H) , 1. 6 5-1. 71 (m, 2 H) , 3. 24 
(dd, J = 5. 6, 13. 7Hz, 1H) , 3. 39 
(dd, J = 5. 6, 13. 7Hz, 1 H) , 4. 04 
(s, 1H) , 4. 0 7 (s, 1H) , 4. 1 6-4. 
2 4 (m, 2H) , 5. 10-5. 13 (m, 1 H) , 
6. 46 (d, J=5. 6Hz, 1 H) , 6. 70 
(d, J = 7. 3Hz, 1H) , 7. 11 (d, J = 
8. 5 Hz, 2H), 7. 28-7. 30 (m, 2 



H) , 7. 4 3-7. 4 7 <m, 1 H) , 7. 5 1- 
7. 58 (m, 2H) , 7. 75 (d, J = 9. 5, 2 
H) , 8. 4 5 (d, J = 5. 6Hz, 1 H) 

[0 12 7] ^3 6 3- [3-(v^p^>5v^ 
3hfr-»-4-7< h^->7xx;V]yp/<yS 
^*«9-C»fe*lfc (E) -3- [3-(v^u-<V?- 

(4 9 7mg) *rBSfc*?7l' (15ml) fcgfcU * 
BMfc/<5^*A (7 6mg) £r2fl] x_ N **#ffl«TSffl. 

ffiKfetttEVftU «Mfc£*Sr4 3 9m g, 8 

1 H-NMR (CDC 1 3 , 5 0 OMHz) : 6 1. 5 
7-1. 6 4 (m, 2H) , 1. 7 8-1. 9 4 (m, 
6H) , 2. 65 (t, J = 7. 9Hz, 3 H) , 2. 
89 (t, J = 7. 9Hz, 3H) , 3. 82 (s, 3 
H) , 4. 7 3-4. 7 7 (m, 1 H) , 6. 71- 
6. 74 (m, 2H) , 6. 79 (d, J = 7. 9H 
z, 1H) 

[0 12 8] 7 t^fr 3-C4- (t e r 

t-yh^V) 2-((3- [3- (-^P 

^^/^^r-»-4-7t h^r->7x^]7 > P/V^ 

>MT >y)7 P P/Vx-h 

^3 6t#fc3- [3-(->^n-<^^^i/)- 
4-;* h^r^x-zW-T'D/^e (4 3 9mg) & 
fflwt, 1 0 t H*©#te"C*«<fc£*S:6 8 7 

mg. 8 3%C0ilK^-C#fc« 

X H-NMR (CDC 1 3 , 500MHz) :1. 32 
(s, 9H) , 1. 5 8-1. 6 2 (m, 2 H) , 1. 
78-1. 94 (m, 6H), 2. 39-2. 51 
(m, 2H) , 2. 85 (d, J=7. 9Hz, 1 
H) , 2. 87 {dd, J = l. 8, 7. 9Hz, 1 
H) , 2. 99 (dd, J=3. 7, 14. OHz, 1 
H) , 3. 03 (dd, J = 5. 5, 14. OHz, 1 
H)J, 3. 68 (s, 3H),3. 81 (s, 3 
H) , 4. 7 4 (m, 1H) , 4. 8 5 (d t, J = 
5. 5, 7. 9Hz, 1H) , 5. 8 1 (d, J = 7. 
9Hz, 1H) , 6. 91 (dd, J=l. 8, 7. 9 
Hz, 1H), 6. 72 (d, J = l. 8Hz, 1 
H) , 6. 77 (d, J = 7. 9Hz, 1 H) , 6. 8 
3-6. 8 8 (m, 4H) 

[0 12 9] ^f&W3 8 tJ-JV 2-({3- [3- 

^^3 7-C#fc7<5 : -/V 3-[4- (tert-^h 
=*■*✓) 7^^yU]-2-({3- [3- <*>*n^:/^/U 
2h^r^)-4-y ^^i/7x^]^o/V^^)7?/) 
:/n/V^~ h (6 4 7mg) £/8^T, £^11 
t H«©3Er«fe-C««fk*4fc«: 5 6 8 m g , 9 8 %<OlR^ 
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1 H-NMR XCDC 1 3 , 500MHz) : 61. 5 
6-1. 6 3 (m, 2H) , 1. 7 8-1. 94 (m, 
6H) , 2. 40-2. 54 {m, 2H) , 2. 80- 
2. 9 1 (m, 2H) , 2. 9 3-3. 0 1 (m, 2 
H) , 3. 7 1 (s, 3H) , 3. 8 1 (s, 3H) , 

5. 86 (d, J=7. 9Hz, 1 H) , 6. 66- 

6. 7 3 (m, 4H) , 6. 7 5-6. 7 9 (m, 3 
H) 

[0 13 0] HlftW 3 6 2-({3- [3- 

(j/^p^O^/W^-^r-»-4-^ F^->7ji^^]^p 
s<J<<MT^J)-Z-{4- [(6, 7-^h^r->- 
4-^-y y^^^j^^^/M^o/NV^-h (3 
6) 

**«3 8-C»fc^^ 2 -({3- [3- (i/?v< 
75/)- 3 - (4-tKn^ri/7xn;i/) ;/n/V^ 

(5 0 2m g ) zm^r, nmwitmmvxm-e 

MBffr&tt*: 185mg, 2 5 %OJR*-C«fco 
1 H — NMR (CDC1 3 , 5 0 OMH z) : 6 1. 5 
3-1. 6 1 (m, 2H) , 1. 7 6-1. 9 3 (m, 
6H) , 2. 4 2-2. 5 7 (m, 2 H) , 2. 8 4- 
2. 9 4 (m, 2H) , 3. 0 6-3. 17 (m, 2 
H), 3. 75 (s, 3H) , 3. 78 (s, 3H) , 

4. 06 (s, 3H), 4. 08 (s, 3H), 4. 7 
4 (bs, 1H) , 4. 8 9-4. 9 4 (m, 1 H) , 

5. 92 (d, J=7. 3Hz, 1H) , 6. 48 
(d, J=4. 9Hz, 1H) , 6. 73 (d, J = l 

1. 6Hz, 2H) , 6. 78 (d, J = 7. 9Hz, 
1H) , 7. 02 (d, J = 7. 9Hz, 1 H) , 7. 

06 (d, J =7. 9Hz, 2H), 7. 56 (s, 1 
H), 7, 61 (bs, 1H), 8. 48 (d, J = 
5. 5Hz, 1H) 

«ft#*fte (FD-MS, m/z) : 6 28 (M" 1 ") 
[0 13 1] mnW3 7 *^)V 2-{ [3-(r^ 

^-»-4-^ h^rv^<>-/>f/U]r$y}-3-{4- 
[(6, 7 -Sot h^>-4-*V g/U) 7 

/U)^n/</JL-h (3 7) 

-g-jfcfcl 1 8 -C#fc7< ^ 3-[4-(tert-/h 
*f) 7=^/1/1- 2- [ (3-t Kn*S/-4-> h^r 
i/'OV^Jl') 75/] yn/</cn— h (3 0 0mg) 

\Zft^mSik&fo& 1 9 7 m g % 4 8 %<^lIX^T*#fCo 
1 H — NMR (CDC 1 3 , 5 0 0MHz) : 6 0. 8 

7 (t, J=6. 7Hz, 3H), 1. 13-1. 36 
(m, 1 4 H) , 1 . 4 1-1. 4 7 (m, 2 H) , 

1. 81-1. 87 (m, 2H), 3. 24 (dd, J 
= 5. 5, 13. 4Hz, 1H) , 3. 36 (dd, J 
= 5. 5, 13. 4Hz, 1H) , 3. 81 (s, 3 



H) , 3. 90 (s, 3H) f 4. 04 (s, 3 H) , 

4. 07 (s, 3H) , 5. 10 (dd, J=5. 5, 
12. 8Hz, 1H) , 6. 47 (d, J = 5. 5H 
z, 1H) , 6. 58 (d, J = 7. 9Hz, 1 H) , 
6. 85 (d, J = 8. 5Hz, 1H), 7. 11 

(d, J = 8. 5Hz, 2H) , 7. 23-7. 27 
(m, 3H) , 7. 41 (d, J = l. 8Hz, 1 

H) , 7. 55 (s, 2H) , 8. 47 (d, J = 5. 

5Hz, 1H) 

Rfi#tfffil (FD-MS, m/z) : 6 72 (M+) 
10 13 2] MMW3 8 /^/W 3-{4- [(6, 7 
b*^~ 4 — 3r/ V ;V)tir^]7x^) - 2 - 
frV/^/^7 5/) yn/Vx- h (3 8) 

\Z&f&M 2 2 % &f&W 1 1 . m&W 1 ^MoTS 

3mg. 20%<DJR^T^/Co 
1 H — NMR (CDC 1 3 , 400 MHz) : 60. 8 
5 (t, J=6. 6Hz, 3H) , 1. 22-1. 30 

(m, 6H) , 1. 5 5-1. 69 (m, 2H) , 2. 
19 (dt, J = l. 2, 7. 3Hz, 2H) , 3. 0 
9 (dd, J = 5. 9, 13. 9Hz, 1 H) , 3. 2 
1 (dd, J = 5. 6, 13. 9Hz, 1H) , 3. 7 
5 (s, 3H), 4. 02 (s, 3H), 4. 03 

(s, 3H) , 4. 91 (dt, J = 5. 9, 7. 8H 
z, 1H) , 5. 9 3 (d, J =7. 6Hz, 1 H) , 

6. 42 (d, J = 5. 1Hz, 1H) , 7. 08- 

7 . 11 (m, 2 H) , 7 . 14-7. 18 (m, 2 
H), 7. 42 (s, 1H), 7. 52 (s, 1H), 

8. 4 7 (d, J = 5. 1Hz, 1H) 
m&ftVrfe (FD-MS, m/z) : 4 94 tM^) 

[0 13 3] mmt3 9 t^sV 

-3-{4- [(6, 4-^r/D^)^ 
*ci/]y ^—M-ftx/iy h (3 9) 

«22, &jm 1 1 , mmm 1 ^*si:aoti« 

^28mg, 16%©Wr#t 
1 H — NMR (CDC1 3> 400MHz) : 60. 8 
7 (t, J = 7. 3Hz, 3H), 1. 54-1. 64 
(m, 2H) , 2. 18 (dt, J = l. 2, 7. 6H 
z, 2H) , 3. 05 (dd, J=6. 1, 13. 6H 
z, 1H) , 3. 16 (dd, J=5. 6, 13. 6H 
z, 1H), 3. 70 (s, 3H), 3. 98 (s, 3 

H) , 3. 99 (s, 3H) , 4. 88 (dt, J = 

5. 9, 7. 8Hz, 1H) , 5. 90 (d, J = 7. 
8Hz, 1H) , 6. 37 (d, J=5. 1Hz, 1 
H), 7. 03-7. 07 (m, 2H), 7. 11- 
7. 14 (m, 2H) , 7. 3 6 (s, 1 H) , 7. 4 
7 (s, 1H) , 8. 42 (d, J=5. 1Hz, 1 
H) 

Kfi##fffi (FD-MS, m/z) : 45 2 (M+) 
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[0 13 4] 3Stt«4 0 *±± 3-{4- [(6, 7 
-So* h^r->~4-^/ !)^)^->]7x^l-2- 
(frV^/^T $/) ^P/Vx>-h (4 0) 

m\z&f$iw 2 2 % 1 1 % mmw i ^ftcact 

*Hft-&ft*: 7 8 m g x 2 8 %G>iRap-e»fco 

x H-NMR (CDC 1 3 , 4 0 OMH z) : 6 0, 8 

7 (t, J = 7. 1Hz, 3H) , 1. 23-1. 28 

(m, 14H) , 1. 5 9-1. 64 (m, 2H) , 
2. 21 (t, J=7. 3Hz, 2H) , 3. 12 (d 
d, J=6. 1, 13. 9Hz, 1H) , 3. 23 (d 
d, J=6. 1, 13. 9Hz, 1H) , 3. 77 

(s, 3H) , 4. 05 (s, 3H) , 4. 06 (s. 
3H) , 4. 94 (dt, J = 6. 1, 7. 6Hz, 1 
H) , 5. 96 (d, J = 7. 6Hz, 1H) t 6. 4 
5 (d, J = 5. 4Hz, 1H) , 7. 11-7. 13 

(m, 2H), 7. 18-7. 2 3 (m, 2 H) , 7. 
44 (s, 1H), 7. 54 (s, 1H), 8. 49 

(d, J = 5. 4Hz, 1H) 
ffi##HS (FD-MS, m/z) : 5 50 (M"*~) 

[0 13 5] ^/$ffl3 9 2- i^yj^Zl 

/)-3- [4- (ter t -7 h =fr-» y^=-/V]zfxJ 

O- t e r t -Zf^)\'-^u*s^'x. s 5-)V^7.y-)VW®& 
(6 0 0mg) — Mcmt&U ^^X7/Vffc 

K (o. 4 2ml) ^ vry**fl:****-Hj 

(2 6 5mg) Srifl^jaTO. 5B^«#Lfc« 
g. 6 6%<D^xm^ 

1 H-NMR (CDC 1 3 , 400 MHz) : 6 1. 3 
3 (s, 9H) , 2. 91 (d, J = 7. 1Hz, 2 
H), 3. 50 (t, J=7. 1Hz, 1H) , 3. 6 

2 (s, 3H) , 3. 62 (d, J = 13. 2Hz, 1 
H) , 3. 81 (d, J = 13. 2Hz, 1 H) , 6. 
90 (d, J=8. 3Hz, 2H) , 7. 05 (d, J 
= 8. 3Hz, 2H) , 7. 19-7. 29 (m, 5 
H) 

Sf*#*HS (FD-MS, m/z) : 34 1 (M^) 
[0 13 6] HjfeffH l ^^-)V 2- i^yJyjVTJ. 
/)-3-{4- [(6, 7-3?j< h=frv— 4-*J }) 

tt*s]y ^~M7*i'*/ h (4 l) 
£f£0S3 9"C#fcj*3vl' 2- (-<Vv ? /PT^y)-3 
- [4- (tert-yF^yi^o/Vx- 
h (4 4 6mg) Srffi^T, (fitC<&J«Wll. Uttftll 
<D%mz Lfc^oT, *JB*&&*«: 5 0 m g , 1 4 %<D 

&mxmtz 0 

1 H-NMR (CDC 1 3 , 4 00MHz) : 62. 9 

2 (dd, J=7. 3, 13. 7Hz, 1 H) , 2. 9 



6 (dd, J = 6. 6, 13. 7Hz, 1 H) , 3. 5 
0 (t, J = 6. 6Hz, 1H) , 3. 59 (d, J = 
13. 2Hz, 1H) , 3. 64 (s, 3 H) , 3. 7 

8 (d, J = 13. 2Hz, 1H) , 3. 98 (s, 3 
H) , 3. 98 (s, 3H) , 6. 38 (d, J = 5. 
4Hz, 1H) , 7. 03-7. 05 (m, 2H) , 
7. 16-7. 25 (m, 8H) , 7. 39 (s, 1 
H) , 7. 49 (s, 1H) , 8. 41 (d, J = 5. 
4Hz, 1H) 

m&$Vm (FD-MS, m/z) : 4 7 3 (M" 4 ") 
[0 13 7] 0 N— ter t h*iX;*7/b 

ix^zc^yioi^fvl/ (4 2 8mg) ^DMF (10 
m 1 ) fc«*PU ^-tert -T/Tvl'-S?* 
h (536mg) % bV=^^r^> (0. 34ml) 

*fix?-5 0j>Rift#Lfc. fczmxm&^fr 

g. 7 6%<Z)l|K*'C#fc > 

[0 13 8] mti&W4 2 m^/v 2 - [ ( t e r t - 
^F^;U^)7;y]-3-{4- [(6, 7-i? 
^ h=fr*>-4-3r/ U/V)^-^r^3^3i^yW}^P^/ 

nb (42) 

£*j£094 OT'^N- t e r t - ^h^r^;^-;U- 
^tar S/Z/a^Vloc^A' (4 84mg) SrfflVvC. life 
£ f^&<a;fr&^Jg{fc^£ 3 4 2 m g . 4 4 %<D 

'H-NMR (CDC 1 3 , 500MHz) : 61. 2 

9 (t, J = 6. 7Hz, 3H), 1. 44 (s, 9 
H) , 3. 06 (dd, J=6. 1, 13. 4Hz, 1 
H) , 3. 19 (dd, J=6. 1, 13. 4Hz, 1 
H) , 4. 05 (s, 3H) , 4. 07 (s, 3H) , 
4. 21 (dd, J = 6. 7, 14. 0Hz, 2H) , 
4. 58-4. 6 3 (m, 1 H) , 5. 07 (d, J = 
7. 9Hz, 1H) , 6. 48 (d, J=5. 5Hz, 
1H), 7. 12 (d, J=8. 6Hz, 2H), 7. 
25 (d, J = 6. 1Hz, 3H) , 7. 54 (d, J 
= 11. 0Hz, 2H), 8. 47 (d, J=5. 5H 
z, 1H) 

[oi39l§ffi«4_3 y-3- 

{4- [(6, Hr->-4-*/ V^tt^y 

xn/l/l/p/NVx- h (4 3) 
mMM4 2 X'&lt^A, 2- [(tert-^h^i/ 
*yU^)7$y]»3-(4- [(6, 7-v?^ h3rv/ 
-4-*/ y/U)^^]^*— M^n^yai— h (3 
17mg) &S^fl/V (5ml) lw&#U by 7 
/^oBS(lml) ZmXMUX* 1 . 5 0*ff|Jt# l 
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8 9 %<o^xmz^ 

1 H-NMR (CDC 1 3 , 5 0 0MHz) : 6 1. 2 

9 (t, J=7. 3Hz, 3H) , 2. 94 (dd, J 
= 7. 3, 13. 4Hz, 1H) , 3. 13 (dd, J 
= 5. 5, 13. 4Hz, 1H) , 3. 75 (dd, J 
= 5. 5, 7. 3Hz, 1H) , 4. 0 5 (s, 3 

H) , 4. 06 (s, 3H) , 4. 20 (dd, J = 
7. 3, 14. 0Hz, 2H) , 6. 48 (d, J = 

5. 5Hz, 1H) , 7. 13 (d, J = 8. 6Hz, 
2H) , 7. 31 (d, J = 8. 6Hz, 2 H) , 7. 
46 (s, 1H), 7. 55 (s, 1H), 8. 49 

(d, J = 5. 5Hz, 1H) 
[01401^^41 2 - 

1- y f3r->-4-^ Fn^yfy 

2- ^ h^-5-^hn7xy-;l/ (2. 0 7 g) £ 

Ewe, ^»ji4fcHa©a«^ ^Mft^^2. 
1 8 g > 75 %<Di&mx-mc 0 

1 H-NMR (CDC 1 3 , 500 MHz) : 61. 6 
1 - 1 . 6 8 (m, 2 H) , 1 . 8 1-1. 9 3 (m, 
4H), 1. 98-2. 05 (ra, 2H), 3. 94 
(s, 3H) , 4. 8 4-4. 8 7 (m, 1 H) , 6. 
89 (d, J=9. 2Hz, 1H) , 7. 73 (d, J 
= 2. 4Hz, 1H) , 7. 97 (dd, J = 2. 4, 
9. 2Hz, 1H) 

[0141] 3 n^VTvl'jahfr^- 

1 -C»fc2-S/* P-<>^U^^f^- 1 h 
=^>_ 4 -~ hP-Of > (2. 1 8 g) Srgf^^ylx 
(3 0ml) fc8*L. *Rft/<7S?*A (2 00m 

g) *ta*jkmam*Tmmrvi 3«rn«»L*u 

•t 9 > SBffrfr**: 1 . 7 3 g , 9 0 %<0ifc*T?#fc o 
1 H-NMR (CDC 1 3 , 500 MHz) : 51. 5 
7-1. 6 3 (m, 2H) , 1. 7 8- 1. 9 2 (m, 
6H), 1. 92 (s, 3H), 4. 69-4. 74 
(m, 1H) , 6. 24 (dd, J=2. 4, 7. 9H 
z, 1H) , 6. 32 (d, J = 2. 4Hz, 1 H) , 

6. 70 (d, J = 7. 9Hz, 1 H) 

[0 14 2] 3Stt«4 4 ±±± 2 ~ ii Ujzlk£ 
P^O^^-^r-»-4-p< h*i/T~}) /]*^#~ 
/V)7;;) -3-{4- [(6, b^ris- 4- 

y &ytt±}y *~M-f*'*/ b (44) 

^^4 2'C#fc3-v'^n'<>'^/^^->-4-^ h 
^>T-!)y (1 0 8mg) Zmtt^W (5ml) 
fci§#U hy**^> (72rag) . (90 

» 1) srio*sa-e2o»iB«#Lfc. wCtc N nmm 

4 3t«xf;l,2-7^-3-{4 - [(6, 7 -S? 



> h*i/-4-*V y^)^^r^]7^-/U}yp/^yo: 
(19 lmg) <OWc**\s*SGML (5ml) £J0 

^7 7 A~\Z.X «S?U $if^2 19mg, 6 6 

%<D$Lmxmz« 

'H-NMR (CDC 1 3 , 500MHz) : 61. 2 

8 (t, J=7. 3Hz, 3H), 1. 53-1. 58 
(m, 2H) , 1. 7 4-1. 92 (m, 6 H) , 3. 

10 (dd, J = 6. 1, 14. 0Hz, 1H) , 3. 
21 (dd, J=6. 1, 14. 0Hz, 1 H) , 3. 
79 (s. 3H), 4. 04 (s, 3H), 4. 05 

(s, 3H) , 4. 17-4. 2 1 (m, 2 H) , 4. 
69-4. 71 (m, 1H), 4. 85 (dt, J = 
6. 1, 7. 9Hz, 1H) , 5. 37 (d, J = 7. 
9Hz, 1H) , 6. 44 (d, J = 5. 5Hz, 1 
H) , 6. 54 (bs, 1H) , 6. 70 (dd, J = 
1. 8, 8. 5Hz, 1H) , 6. 76 (d, J = 8. 
5Hz, 1H) , 6. 92 (d, J = l. 8Hz, 1 
H) , 7. 05 (d, J=8. 5Hz, 2 H) , 7. 2 
1 (d, J=8. 5Hz, 2H) , 7. 54 (d, J = 
6. 7Hz, 1H), 7. 5 5 (s, 1H), 8. 46 

(d, J = 5. 5Hz, 1H) 

[0 14 3] mi&W4 5 ^gvV 2-{ [3-(->^n 

^^^jr^iy)-4-^ h^y^^]7-;y)- 

2-{4- t(6, b*i/-4-*c; VM** 

^y^MT^—Y (4 5) 
D-4-fc Kd^v/7x^!J »£3-3 — K-^ 
vis><Dft£>*)\zm^T, m\^f$ffl 2 9 % 

mmm 1 <o%mcm\ xma&mt: 1 5 7 m g % 13 

1 H-NMR (CDC 1 3 , 5 0 0MHz) : « 1. 2 

9 (t, J = 7. 3Hz, 3H), 1. 58-1. 64 
(m, 2H) , 1. 7 8-1. 9 9 (m, 6 H) , 3. 

90 (s, 3H), 4. 03 (s, 3H), 4. 06 
( s , 3 H) , 4 . 11-4. 27 (m, 1 H) , 4. 
29-4. 35 <m, 1H), 4. 83-4. 86 
(m, 1H), 5. 78 (d, J=6. 7Hz, 1 
H) , 6. 55 (d, J=5. 5Hz, 1 H) , 6. 8 
8 (d, J=8. 6Hz, 1H) , 7 f 18 (dd, J 
= 1. 8, 8. 6Hz, 2H) , 7. 22 (d, J = 
6. 7Hz, 1H) , 7. 37 (dd, J = l; 8, 
6. 7Hz, 2H) , 7. 45 <d, J = l. 8Hz, 
1H) , 7. 52 (s, 2H) , 7. 55 (d, J = 
8. 5Hz, 2H), 8. 49 (d, J =5. 5 Hz, 
1H) 

WMftVrm (FD-MS, m/z) : 6 00 (M + ) 
[0 14 4] gllfeffU 6 2-{f^lsV4 frT 

$y)-2-<4- [(6, 7-^F^>-4-^yy 
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jis)**i/]y ^-MTfr- V (4 6) 

■frfcft, %mm\<o^mx\ ii^W2oom g , 

1 7 %<D$LZ&X'&tc* 

1 H-NMR (CDC 1 3 , 4 0 OMH z) : 6 1. 2 
6 (t, J = 6. 8Hz, 3H) , 4. 01 (s, 3 
H) , 4. 0 3 (s, 3H) ,4.23 (d, J =6. 
8Hz, 1H) , 4. 28 (d, J = 6. 8Hz, 1 
H) , 5. 79 (d, J=6. 8Hz, 1 H) , 6. 4 
9 (d, J=5. 4Hz, 1H) , 7. 13-7. 27 
(m, 4H) , 7. 3 8-7. 5 7 (m, 6 H) , 7. 
84 (dd, J=6. 7Hz, 1 H) , 6. 55 (d, 
J = 5. 5Hz, 1H) , 6. 88 (d, J = l. 7, 
8. 7Hz, 2H) , 8. 47 (d, J=5. 4Hz, 
1H) 

[0 14 5] 7 2-({3- [3- 

' s<y«(MTZ;)-2-{4- [(6, 7-i?*h*->- 
4-*S }) jV)**i/]7 x.-MT'KT— Y (4 7) 
D- 4 - t Ko^V7x^;^!Jv/y^3-3-K-f 

7, ^0U3 8 X mmmi<o^mc^xmmit^^ 

204mg, 1 0%<DttSimX-mz o 

1 H-NMR (CDC 1 3 , 500 MHz) : 61. 2 

5 (t, J = 7. 3Hz, 3H), 1. 56-1. 61 

(m, 2H) , 1. 7 6-1. 9 2 (m, 6H) , 2. 
52-2. 64 (m, 1H), 2. 91 (t, J=7. 
3Hz, 1H), 3. 79 (s, 3H), 4. 05 

(s, 3H), 4. 09 (s, 3H), 4. 12-4. 
19 (m, 1H) , 4. 2 1-4. 3 0 (m, 1 H) , 
4. 69-4. 71 (m, 1 H) , 5. 60 (d, J = 
6. 7Hz, 1H) 6. 50 (d, J=6. 7Hz, 1 
H), 6. 56 (d, J=5. 5Hz, 1H), 6. 7 
0-6. 72 (m, 2H), 6. 77 (d, J=8. 5 
Hz, 1H), 7. 14 (d, J =8. 6Hz, 2 
H) , 7. 35 (d, J=8. 5Hz, 2 H) , 7. 5 
4 (s, 1H), 7. 62 (bs, 1H), 8. 50 

(d, J =5. 5Hz, 1H) 



[0 14 6] gg&034 8 ^gyv 2 - [ ( t e r t - 
/F^^tob)7-;y]-2-{4- [(6, 7 -is 

(48) 

D-4-fc Yn^yy zn^;VifV v^y^rf p^yxf/u 

^v-jv<D^^)\zm^x^ ii:^4o, $mw\ 

(DjjmcLtzfr^X, mm<t&V0*l 6 7mg N 5 1% 

1 H-NMR (CDC 1 3 , 500MHz) .61. 2 
5 (t, J = 7. OHz, 3H) , 1. 45 (bs, 9 
H) , 4. 0 3 (s, 3H) , 4. 0 5 (s, 3 H) , 
4. 15-4. 3 0 (m, 2H) , 5. 3 6 (b s, 1 
H) , 5. 6 4 (b s, 1H) , 6. 5 1 (d, J = 
4. 9Hz, 1H) , 7. 17 (d, J=8. 6Hz, 
2H) , 7. 4 3 (s, 1 H) , 7. 4 7 (d, J = 
8. 5Hz, 2H), 7. 51 (s, 1H), 8. 50 

(d, J = 5. 5Hz, 1H) 
WMMfcfe (FD-MS, m/z) :4 8 2 (M - * - ) 

[0 14 7] mMWA 9 S-2- 
(4-t(6, 7-iO* h^r->-4-^ry 
x^l/tf- h (4 9) 

8Xmz^^ 2- [ (tert-^h^ 
$ / Utf~;U)T$/l-2-{4- [(6, 
-4 -*J V Mir^^y =.=-MT-fr— h£rJBi^ 

X H-NMR (CDC 1 3 , 500MHz) : 81. 2 
5 (t, J=7. 3Hz, 3H) , 4. 03 (s, 3 
H), 4. 05 (s, 3H), 4. 14-4. 28 
(m, 2H) , 4. 66 (s, 1 H) , 6. 49 (d, 
J=4. 9Hz, 1H), 7. 18 (d, J =8. 6H 
z, 2H) , 7. 4 7 (s, 1H) , 7. 5 0 (d, J 
= 8. 5Hz, 2H), 7. 53 (s, 1H) , 8. 5 
0 (d, J=4. 9Hz, 1H) 
®fi##ffil (FD-MS, m/z) : 3 8 2 (M^) 

mmm 1-49 <Dit^<omm\tm 1 i^tstizm 9 -c 

[O 1 4 8] 

isu] 
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ttim R 1 m n R 2 

17 - 0 1 Me 

18 - 0 1 Me 

19 - 0 1 Me 

20 - 0 1 Me 

21 - 0 1 Me 

22 - 0 1 Me 

2 3 - 0 1 Me 

24 - 0 1 Me 

25 - 0 1 Me 

[0 15 1] 



R 3 R 4 R 5 R 6 D 

H MeO MeO H CH 

H MeO MeO H CH 

H MeO MeO H CH 

H MeO MeO H CH 

H MeO MeO H CH 

H MeO MeO H CH 

H MeO MeO H CH 

H MeO MeO H CH 

H MeO MeO H CH 



E G T TGgaffl p 

CH N 0 A*7ft 1 

CH N O '<y& 1 

CH N O 1 

CH N O 1 

CH N 0 '«5flr 1 

CH N 0 y>"5& 1 

CH N O 1 

CH N O 1 

CH N O 1 

1^4] 



X 


z 








xx F 




XX 0M . 
^^^^ OMe 




OMe 




XX" 3 




Xl 




no 2 




z 




XX N ° 2 




xx NH „ 



£1 <o^#) 

WK R 1 m n R 2 R 3 R 4 R 6 R 6 D E G T TQ&ML p X 
2 6 —01 Me H MeO MeO H CH CH N 0 1 J£& 



NH 2 



2 7 I 1 1 Et H MeO MeO H CH CH N 0 1 vN^OMe 

2 8 CI i 1 Et H MeO MeO H CH CH N O X5tt 1 *±£ ^voMe 



XX 01 



29 MeO 1 1 Et H MeO MeO H CH CH N O 1 136 ^>^OMe 



xx 0> 



3 0 F 1 1 Et H MeO MeO H CH CH N O ^{fc 1 *±& v^OMe 



31 - 0 1 El H MeO MeO H CH CH N O 1 ^yOMe 

-^o^2> 

3 2 - 0 1 Et H MeO MeO H N CH CH 0 '<5ffi 1 f ^- r ^ )Me 
33 - 0 1 Et H MeO MeO H CH N NO 1 ^Y-OMe 

-^^0^2^ 

[0152] [^5] 
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10 1 54] SMWRm t K^iBKIttlBBaWHWR 

deb<£>27i£ (Journalof Immunological Methods S£l68 
# 187H0994)) \Z.mCXEkT<D&0Kftitc o 

[0155] t h*Mtk*&mmx-mi&, 

m (ttll. 08 2) iCfiJfU 1 000X gx 4tT 
3 0»BS^lfc, ±JBffl«rBfc*U ttKLfcSBISl;:* 

SfeLfc^^i-, CD16*S^«atT-X (Miltenyi Biotec 
*fcS» SrJo*., *»T-Cl«flB»«Lfc. rtufcCS'fe 

ttTMACS (Miltenyi Biotecttfil) ^/7A» 
It, »iSbfc*S:30 0 Xg"C5^Pfl»^U itKUfc 
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[0156] 2 X 1 0 5 cells/ml £ ftfi ± 5 

0. 1% fc h ifcfgT A</ WMr^-JV ^TigJfc (Hybri- 
care, ATCC&) &K*$&K 1 S 0 ji 1 

X) $r5 0Mi^n^r$ij»L. Sfefc2WpiH, 3rO"Cig 

*0±«it>k:Ur<5»R***»a«. (eosino 
phil-derived neurotoxin, £TF\ EDN) SrELISAjfeK 

[0 15 7] 
[^7] 
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IC5 0 (*M) 
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0. 3 
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0. 25 
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0. 7 5 
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5. 5 
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0. 3 
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1. 8 
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. 0. 6 
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0. 2 


1 7 
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0. 5 
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0. 3 8 
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0. 5 
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0. 6 
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0. 3 
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0. 3 5 
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0. 4 
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G. 4 
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3. 0 
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0. 4 
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5. 0 
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2. 1 
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0. 6 5 
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8. 6 
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3. 5 



[0158] ii^2 b hMmttm*h<DBum 
mm* 

d, 86#. 3705M^ 1995¥) «DTt HBF»iLd»b« 

mmc x v #fc 0 mmt6mmwz.%t&m&& i * g/mi t 

Ut> ftlififr%&&. 1 0 Ong/nil^SCF (Stem Cell 
Factor) tthH94 K-HE P E SttKK<f>ti: 
HU 2X1 0 4 <i/wellcb^^<t5t-^^-bi^ 

*til6hJ^^ «HMrJH»CLT, S.E.Lavens^ 
<D~)5fe (Jourral of Immunological Methods S£l66^| x 
93JC (1993) ) fc»i:T*»fc. 

tttlt«L-C**fco M>:/#— WStttt, 5 0// 
±ft(C100M lCDggf£ (0. SmM-^yVA'-DL 
-T^y-p-^hDT^y K) SrSS&DU 3 7t 
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t hEja&BiagaBifc>oastt • 





I C 5 0 (jtM) 
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[0160] mmp&im m&ftcm&&±g^ 

[0161] ffS«S:2Xl 0 6 <@£igifc (RPMI1640-2 
5mM HEPES, pH7.3) #&iSttm&#ie8ti2 7 0 M l£ 
MS U »gMfc£4fc*r 10/i MfcifcS <fc 5 icffctol L 3 7 
t:x?-2^«#Lfc. £bKsIgA-tr—Xl X 1 0 5 <S<30 

cAMP«**rcAMPftea«*y h (ir^-Hfc») ICT»£ 
fc#<oaifirtcAMP«S.Srl 0 0%t Lfcit* 15 0% 
2 0 0%«±^>aiartcAMP8ftSr^Lfcfc©Sr+ + i:* 
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1^9] 



»4 t hff«»lc£tfsmSl*cAB>«K>SK« 
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^^^v?^x7"^III(COV^fiR.E. WeishaarfeO 
( Biochem. Pharmacol. 35#787K(1986)) (C^o 

[0 16 4] fc h*ffijklCl/10g:<OACD-A?Se (yvl^ft 
fi) ^riJDx. 1 0 0 x g l 5 £Pflifrfr LT#fc#lfc/J># 
jMftfc, S 6 {^ACD-A^^r 1 5 %S*Dx. Lfc 
«L 1 OOXgtl 5#|HMi>LT»fc*<i'3r htrJh/h 

fc«* 3 00 0Xg"C2 0»BBS'&Ur»fc±»«rDE 
AE-t;l/P-^*7iN (7 OmMgfgtf- h y 5mM 
'*W7hx>*S—A' % pH6. 5) <CttLfc&. 

77^'>3^ cAMP^Ifi:t577^^ 

[0 16 5] frX&^XT?— "^IViCOl/^fiT.J.To 
rphyf><^^& (The Journal of Pharmacology and Expe 



rimental Therapeutics 2633^1 195H0992)) CSoT 

[0166] U937 fiBBS (Anerican Type Culture Co 
llection) Jr/<y7r-*-C**mXLfc«, 10 
0000Xg-C6 0»Ria<?Lr#fcl:«-«rDE AE- 
7^7A <20mMf;* hy*. 2. 5mM^^ W h — 
A\ lOmMEDTA. 2miKyX7 fcTv^ 20 /x g/m 1 V >f ^ 
^-yh!)^>Wyt^- x lOOng/ml'^Vh?^ 

100^ Ma?7 h S'At- ?vl^ h >\ P H 

6.5) KttLTife#Lfcg£, IM^hU *A*jta;fcfcRI 

TSHJ*** ^7*i/x^77-«tol)577^V 
gyjrftt, Ztlboy^ti/B ><D^ cAMP^ 
SrSn^rU 3j>7*^77^fIVl«S-Cfc5 a y 

[0 16 7] l^O*^*S;x^77- tffcJSttWJg 

[0 16 8] SmM HgCl 2 *-&^c2 OmMh U 
777- (pH7. 4) +tC«»ft^ft SrJRJo L*^*v^* 
^7-if*3i;tf [ 3 H] cAMP^X. 3 0tt3 0 
^RlS^^fco *r<D&^:x~-:/£ l 0 01CT2»IB» 

^tfcK) fcWSPU *6fc3 0fC10»nBIMILfc. 
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